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(54) Catalyst for the preparation of dimethyl ether, method of producing catalyst and method of 
producing dimethyl ether 



(57) A catalyst suitable for producing dimethyl ether 
comprises alumina particles having an average size of 
200 urn or less and a methanol synthesis catalyst layer 
formed around each of the alumina particles. The meth- 
anol synthesis catalyst has a weight ratio of 0.05 to 5 to 
a weight of the alumina particles. The catalyst is pro- 



duced by forming a layer comprising a methanol syn- 
thesis catalyst around each of alumina particles. The 
dimethyl ether is produced by the method of foming a 
slurry by introducing the catalyst into a solvent and in- 
troducing a mixed gas comprising carbon monoxide and 
hydrogen into the slurry. 
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Description 

BACKGROUND OF THE INVENTION 
1. Field of the Invention 



m!t°h 1 L f The P ^ Sent invention relates t0 a cata| yst for dimethyl ether, a method for producing the catalyst and a 
method for producing dimethyl ether by using the catalyst. caiaiysi, ana a 

io 2. Description of the Related Arts 

S™I h r t are r Ver !, 1 ^ 0Wn mSth0dS f ° r manufacturin 9 dimethyl ether starting from a mixed gas of carbon mon- 
? ° X ' de ' and hydr ° gen under the presence of a cata| V st suspended in a solvent 

caSn J°P jnfii^^^SSS T " JP " A "" ref6rred t0 h6rein Si9nifieS " Une *amined Japanese patent pub- 
2Sr Ir : mil ^ ' JP - A - 3 " 52835 ' JP-A-4-264046, WO 93/1 0069 disclose methods for manufacturing dimethyl 

syndesis caSlvst ano'T 2S"°Th'7 h^ 3 " 0 ' thr ° Ugh the COnteCt ° f 3 SyntheSiS gas with a ° f • m2E 

2™« ata,yst and a methanol dehydration catalyst suspended in an inert liquid 

K mJh^ meth ° d d ' SC K Sed ' n JP " A - 2 - 9833 is a method <* direct synthesis of dimethyl ether from a synthesis gas 

To^rZ l SKT, f Sl6P °' C ° maCtin9 3 Synlh6SiS 9aS C ° nsiSling ° f hydro 9 e "- ca *°" ™"°* d * and JK 
cZJticsvith ^il f h ' ,° r K reaCt,n 9 the ■*"*-«■ react under the presence of the solid catalyst to conduct 
Z lit 2 h d ',": eth y , l ether,rom the synthesis 9». wherein the synthesis gas undergoes catalytic action under 
the presence of the sol.d catalyst system, and wherein the solid catalyst is a single catalyst or a mixture of oluralitv o 

Trc JZ:l T 7 SUSPend6d " 8 HqUid mediUm " 8 three " PhaSe (S ' Urry phase > system ^ wh^le 

three-phase reactor system comprises at least a single three-phase reactor 

cafcon m?noxTd? a °n d d d h SC H OSed JP - A " 3 - 1 81 435 te a ™thod f " manufacturing dimethyl etherfrom a mfxed gas of 
dSide Z ! » V ° 9 K en ' ° r 3 m ' Xed 938 ° f Carb ° n m ° n0Xide and h y dr °9 en and further containing carbon 
SoOSl rTjf^° r : r m 3 Cata ' ySt iS US6d in 3 S ' Urry f0ml by s ^pending thereof in a solvent. 
JesTs oal s reaS " JP " A " 3 - 5 f 35 is a method of dimethyl ether synthesis characterized in that a syn- 

PtS^Jmlt^rS Z T T TT* ° f 8 SO ' id methan °' Syn,h6SiS C8ta,ySt t0 produce methano '. and the 
SSSSS^S^E^ " r PreSSnCe ° f 3 SO ' id deh y dration cata| V st to P r ° d ^ d imethyl ether. According 

^S^S^ST T lsc ° ntacted with a so'* d catafyst system comprising a methanol-synthesizing ingre- 
dient and a dehydrating (ether-forming) ingredient, wherein the solid catalyst system is a single catalyst or a mixture 
klenS ataly 1f athree 'P hase P^se) reactor system, and wherein the reacto? system JonS 

Km The ZZ 6 ! e H Ct T m ! than °' ratS t0 at ,eaSt 3 ' evel ° f 1 0 g - mole of metha ™' P er 1 kg of catalyst Thour 
Sninl L2H °n H° Sed : W ° 93 ' 1 0069 iS 3 meth ° d f0r ma n^cturing dimethy. ether from a mixed gas 
m n „« h 9 J^k monox,de and either or both of water and water vapor, or from a mixed gas containing carbon 
EJ Z^EST." b0th h ° f h Water and Water va P° r and furthar Naming carbon dioxide, wherein a ca 5 is 
^ lif J 171 Wh ' Ch Cata ' ySt iS Prepared by P ulveri * n 9 a mixed catalyst containing at least zinc oxide and 

SS^^ZT ° X " T minUm ° Xide> by adhSring th6Se ingredients to 9 ethe?under pressure and by 
purvenzmg them again to suspend in the solvent y 

Sd b°ed mZV^'TT 6ther iS Synthesi2ed 9 eneral| y in a fix * d bed system. There is a known catalyst 
«^u51^^^?T ISprepared by depositin 9 a metha " 01 syndesis catalyst onto a support of metallic 
oxiae sucn as alumina, then by calcining them together. (JP-A-2-280386) 

45 ipTJ 1 J?«T at h h0d8 manUfaCtUrin 9 dimeth y' e ther disclosed in JP-A-2-9833, JP-A- 3-52835, JP-A-4-264046 and 
separation 'T pr ° b,emSSUCh that the two kinds of orthree kinds of catalysts suspended in a solvent 
them^ 

Lr £H . f V ^ Cata,ySt ' and the Wat6r " S Shift Cata,yst ' which '"duces a distribution in catalyst concentrSon 
so no,Z T fTf^r Cata ' yStS ' thUS Si 9 nificant, y grading the use effbiency of the catalysts 
bymeLo^ 

sLe Te li^ t « ? ^ ° f Cata,yStS 3lS0 raiS6S 8 Prob,em that ' durin 9 a P^od of use in a slurry 

deposln V ^ SeParatS fr ° m 6aCh ° ther t0 indUTO 3 diStributi0n in cata| y st concentration and catalyst 



55 SUMMARY OF THE INVENTION 



V?e°| 1 d and'am^ho?^ ° f ?" ^T' inVen,i ° n t0 pr ° Vide 3 Cata,yst suitab,e for P roducin 9 d imethy. ether at a high 
yield and a method for producing the catalyst, and to provide a method for producing dimethyl ether at a high space 
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time yield. 

[0012] To attain the object, the present invention provides a first catalyst suitable tor producing dimethyl ether, the 
catalyst comprising : 

5 alumina particles having an average size of 200 um or less; 

a layer comprising a methanol synthesis catalyst, the layer being formed around each of the alumina particles: and 
the methanol synthesis catalyst having a weight ratio of 0.05 to 5 to a weight of the alumina particles. 

[0013] In the first catalyst, the average size of the alumina particles is preferably 1 to 100 jim. The average size of 
io 1 to 50 u.m is more preferable. 

[0014] The methanol synthesis catalyst may comprise copper oxide, zinc oxide and alumina. It is desirable that a 
weight ratio of the copper oxide : the zinc oxide : the alumina is 1 : 0.05 to 20 : 0 to 2. The methanol synthesis catalyst 
may comprise zinc oxide, chromium oxide and alumina. It is desirable that a weight ratio of the zinc oxide : the chromium 
oxide : the alumina being 1 : 0.1 to 10 : 0 to 2. 

[0015] The first catalyst suitable for producing dimethyl ether is produced by the following method comprising the 
steps of: 

forming a layer comprising a methanol synthesis catalyst around each of alumina particles; and 
washing the alumina particles, around which the layer was formed, with an acid aqueous solution. 



15 



20 



40 



45 



[0016] The forming of the layer may comprise: 



forming a slurry by introducing the alumina particles into an aqueous solution containing a metallic salt of active 
element of the methanol synthesis catalyst; 
25 heating the slurry; and 

neutralizing the heated slurry with a base solution, thereby the active element of the methanol synthesis catalyst 
being deposited around each of the alumina particles. 

[0017] The deposition of the active element of the methanol synthesis catalyst is preferably carried out at a temper- 
30 ature of 50 to 90 °C. 

[0018] Dimethyl ether is produced by using the first catalyst. A method for producing dimethyl ether comprising the 
steps of : 

providing the first catalyst suitable for producing dimethyl ether, the catalyst; 
35 foming a slurry by introducing the catalyst into a solvent; and 

introducing a mixed gas comprising carbon monoxide and hydrogen into the slurry. 

[0019] The present invention provides a second catalyst suitable for producing dimethyl ether, the catalyst 
comprising : 



alumina particles having pores; 

deposits which exist inside the pores; and 

the deposits comprising copper oxide, zinc oxide, and alumina. 



[0020] It is preferable that the alumina particles has an average size of 200 ujti or less. A weight ratio of the copper 
oxide : the zinc oxide : the alumina is preferably 1 : 0.05 to 20 : 0 to 2. 
[0021] The second catalyst suitable for producing dimethyl ether is produced by the method comprising the steps of: 

(a) introducing an alumina having pores into an aqueous solution containing a copper salt, a zinc salt and an 
50 aluminium salt to imprenating the pores with the aqueous solution; 

(b) vaporizing the aqueous solution on a surface of the alumina; 

(c) contacting the alumina subjected to the step (b) with a solution containing a deposition agent for hydrolyzing 
the copper salt, the zinc salt and the aluminium salt to copper hydroxide, zinc hydroxide and aluminium hydroxide 
and for depositing the copper hydroxide, the zinc hydroxide and the aluminium hydroxide within the pores of the 

55 alumina; 

(d) washing the alumina subjected to the step (c) ; and 

(e) calcining the washed alumina. 
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Eps 0^ eth6r " Pr ° dUCed ^ USinQ SeC ° nd Cata,ySt ' A meth0d f0r P roducin 9 dimethyl ether comprising 

providing the second catalyst suitable for producing dimethyl ether 
fommg a slurry by introducing the catalyst into a solvent- and 
introducing a mixed gas comprising carbon monoxide and hydrogen into the slurry. 

[0023] The present invention provides a third catalyst suitable for producing dimethyl ether, the catalyst comprising : 

a methanol synthesis catalyst; 
a methanol dehydration catalyst; and 

a binder for integrating the methanol synthesis catalyst and the methanol dehydration catalyst. 

jU.yst. The water gas sh.ft catalyst may compnse iron oxide and chromium oxide. The binder may be alumina sol or 
[0025]^ Dimethyl ether is produced by using the third catalyst. A method for producing dimethyl ether comprising the 

providing the third catalyst suitable for producing dimethyl'ether 
fommg a slurry by introducing the catalyst into a solvent and 
.ntroducing a mixed gas comprising carbon monoxide and hydrogen into the slurry. 

SJd^ 

ilent Parin9 3 methan °' CatalVSt ' 3 methan °' d6hydration catal ^ * water gas shift catalyst and a 

A=D 2 (P-S), 

where D denotes the average particle size of the catalyst, (cm), 
P denotes the particle density of the catalyst, (g/cm 3 ), and 
S denotes the density of the solvent, (g/cm 3 ) 

so [0027] Ferthetrdore, dimethyl eth.,c.n be produced d, the method comprising the steps oft 

SX 1 " 1 " C ° nU ' n '" 9 Ca *°" m °°° M ° — " — °»° — »- "o- »e grodp o. hydfdget, end 

[0028] Moreover, dimethyl ether can be produced by the method comprising the steps of: 
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(a) reacting a raw material gas containing carbon monoxide and hydrogen in the presence of a catalyst to produce 
a reaction gas including dimethyl ether, carbon dioxide, carbon monoxide and hydrogen; 

(b) separating the reaction gas into the carbon monoxide and the hydrogen, and the dimethyl ether and the carbon 
dioxide; 

5 (c) recycling the carbon monoxide and the hydrogen which were separated from the reaction gas in the step (b); 

(d) removing the carbon dioxide from the dimethyl ether and the carbon dioxide of the step (b) to gain the dimethyl 
ether; and 

(e) recycling the dimethyl ether which was gained in the step (d) to the step (b). 

io [0029] Further, dimethyl ether can be produced by the method comprising the steps of: 

preparing a slurry which is produced by dispersing a dimethyl ether synthesis catalyst into a medium oil; 
contacting a raw material gas containing carbon monoxide and hydrogen with the slurry to produce a product gas 
containing a vaporized medium oil; 
*5 cooling the product gas to condense the vaporized medium oil; 

obtaining dimethyl ether from the product gas from which the vaporized medium oil was condensed; 
removing a catalyst- deactivation ingredient from the condensed medium oil; and 

recycling the medium oil, from which the catalyst-deactivation ingredient was removed, to the step of preparing 
the slurry. 

20 

[0030] Further, the present invention provides an apparatus for producing dimethyl ether comprising: 

a slurry-bed reactor filled with a dimethyl ether synthesis catalyst and a medium oil therefor; 
a condenser for condensing a vaporized medium oil discharged from the reactor; 
25 an adsober for removing a catalyst-deactivation ingredient from the medium oil condensed in the condenser; and 

recycle means for recycling the medium oil to the slurry-bed reactor. 

BRIEF DESCRIPTION OF THE DRAWINGS 

30 [0031] 



FIG. 1 is a schematic representation showing the apparatus for producing a dimethyl ether used in the embodiment 

FIG. 2 is a graph showing reaction equilibria of H 2 , CO, methanol, C0 2 and H 2 0. 
35 FIG. 3 is a schematic representation showing the apparatus for producing dimethyl ether used in the embodiment 6. 

FIG. 4 is an enlarged view of the non-reacted gas separator in FIG. 3 indicating the connection of pipelines. 
FIG. 5 is a schematic representation showing the apparatus for producing dimethyl ether used in the embodiment?. 
FIG. 6 is another schematic representation showing the apparatus for producing dimethyl ether used in the em- 
bodiment 7. 

4 o FIG. 7 is a graph showing the change of dissolved sulfur concentration with time in the case that the apparatus of 

FIG. 6 was used. 

FIG. 8 is a graph showing the change in conversion of carbon monoxide with time in the case that the apparatus 
of FIG. 6 was used. 

FIG. 9 is a schematic side view of a reactor of the embodiment 8. 
45 FIG. 1 0 is a part-enlarged view of the reactor of FIG. 9. 

FIG. 11 is a schematic representation showing the apparatus for producing dimethyl ether into which the reactor 
of the embodiment 8 is installed. 

FIG. 12 is a schematic side view of a reactor of the embodiment 9. 
FIG. 13 is a schematic side view of another reactor of the embodiment 9. 

FIG. 14 is a schematic representation showing the apparatus for producing dimethyl ether into which the reactor 
of the embodiment 9 is installed. 

FIG. 15 is a graph showing reaction equilibria of H 2 , CO, methanol, CO z and H 2 0. 

FIG. 16 is a schematic representation showing the apparatus for producing dimethyl ether into which the reactor 
of the embodiment 1 0 is installed. 

55 
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DESCRIPTION OF THE EMBODIMENT 
EMBODIMENT 1 
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f°° 32 f ] Th ? Catalyst accordi "9 to the present invention comprises alumina particles and a methanol synthesis catalvst 
ayer formed around each of the alumina particles. Alumina functions as a methanol-dehydratio catajs nd a,um ina 

one pSera^Zmt T T A preferab,e S * e of a'^-paSes f ne 

m P f 6 n raby 2 °° ^ m or less of avera 9 e P art,cle si ", more preferably in an approximate range of from 1 to 100 urn 

£2? a| Methan0 ' svntha sis catalyst may be copper oxide - zinc oxide - alumina system and zinc oxide - chromium 
ox.de - a | umi na system. A preferable mixing ratio of individual ingredients of copper oxide, zinc oxWe a^d aTuZaT 
m an approbate range of from 0.05 to 20 wt.parts of zinc oxide to 1 wt.parts of copper oxide more p^erabTv i an 
approximate range of from 0.1 to 5 wt.parts; in an approximate range of from 0 to 2 wt^arts of alumina mo e pret ab.v 

mium oSTnd \ZZ1 ^ ° t0 1 * Pr6,erab ' e ^ m * ° f individua ' 'ngredien" of zTc oxidf S 

ZrTZ? a " dalum,na ,s: ,n an approximate range of from 0.1 to 10 of chromium oxide to 1 wt parts of zinc oxide 
lmin P n IT "1 80 appr0Ximate ran 9 e of from 0.5 to 5; and in an approximate range of f rom To to 2 S pans of 
alumina, more preferably in an approximate range of from 0 to 1 wt parts P S ° f 

E 05^ P ?bv a wfoal O t O o r rr et rt han01 'r 1 ^ Cala ' ySl ' ayer f0rmed ar ° Und a,Umi " a partic,e is - a -ge of 

IZZ^os^Z^ more preferab,y in a ran9e of from 01 - 3 - « 

o/^ni ?H lySt aChi6VeS 30 % ° f W9her C ° conversio ". °r normally in an approximate range of from 35 to 60 
ntZl* V an approximate ran 9* ° f f rom 45 to 55 %, and achieves 20 % or higher dimethy eZ yfe d or 

or^l n U aPPr ° X,mate ran 9° of from 25 to 45 %, and particularly in an approximate Lge oTfrom 35 to £%' A 

A nr^l P , S,2e Cata ^ St " Sma " 38 far 3S P ° SSible within a ra "9 e that no agglomeration prob.em occts 

A Preferable average particle size of the catalyst is 200 urn or less, more preferably in In approximate range oHrom 
nn«? r* m ° St preferab| y in an approximate range of from 1 to 50 urn. PProx.mate range of from 

of fcSLJ / ™?h h a ° d . f ° r Tr^^" 9 thS Cat9lySt aCCOrdin9 to the present inver >tion is characterized in the steps 

aouZ s'oluK n Fo mT ST? ° f a ' Umina and Washi " 9 the Cata| y st ^ "» a a * d 

a mi^t ^ f * manufactunn 9 the catalyst, powdered alumina is charged into an aqueous solution containino 

Lrin h T 8 6 . m9redient ° f methan °' Synthesis cata| y st ' for exam P |e a " «?ueous solution of copper sa z nc 
orLie k2T r, Salt ? Prepare 8 S ' U,Ty - C ° Pper Salt " 2inc sa,t ' and aluminur " may be erthe ^rganfc safer 
ZllZ a ? I 6 S3,t ' S 3 W3ter SO ' Ub,e Salt Nevertheless, a salt that likely generates hydroxid^n water is no 

F^. ^ w^TnS°l COPP6r ° f 2lnC (8nd Chr ° miUm) - nftrate " Cafb ™ te ' ° r9anic 2S a e a?pLab" 

sTum duZ theoetd o^r ^ ^ ^ a " d Sa,t &ep ^ at need A ^^2^^™ 

slurry dunng the penod of deposrtion is ,n a range of from 50 to 90 °C, more preferably in a ranqe of from 60 to 85 °r 

Any kind of base ,s applicable if on.y it can neutralize the acid in the slurry. The neutralize" on fs to ^depZcopPer zinc 

and aluminum and a preferable pH value is in an approximate range of f7om 6 to 1 2. more prefe ably i a! appmximate 

confgured by alumina coated by a methanol synthesis cataVst. With the catalyst according to the oresZ ^invemion 
7T n ° l WhiCh " 9Snerated ° n the methan °' Synthesis calal ^ migrates c^SS^^S i 7a 2 
£ 1 T i Ca,a ' ySt ' Wh6re methan °' Under9 ° eS Ration and condensation by the ac.iotS acid S2. 

monTnrS ra a r co "Nation of acid for acid washing is in an approximate range of from 0 1 » 

ZZZe anT Z range ° f ,rorn 0 5 to 2 ""^r. The temperature fo'r washing may 2^ 

perature. and a warm temperature may also be app.icab.e. The period for washing may be in an appLimate range 
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of from 1 0 to 30 min. 

[0039] Next step is washing the alumina particles and deposits thoroughly with ion-exchanged water or the like to 
remove acid and base ions, followed by drying and calcining. The calcining may be carried out in air. The calcining 
temperature may be a temperature level that the metal hydroxide, in the catalyst ingredients for methanol- synthesis 
5 is converted to metal oxide. For instance, a preferable calcining condition is preferably carried out at a temperature 
range of from 250 to 400 °C for a period of from 1 to 10 hours. 

[0040] The above-described catalyst is used in a state of slurry of a solvent. The amount of catalyst in the solvent 
depends on the kind of the solvent, the reaction conditions, and other variables. Normally, the amount of catalyst is in 
a range of from 1 to 50 wt.% to the amount of the solvent. 
w [0041] The kind of solvent used for synthesizing dimethyl ether according to the present invention is arbitrarily se- 
lected if only the solvent is in liquid phase under the reaction condition. Examples of the solvent are hydrocarbons of 
aliphatic, aromatic, and alicyclic groups, alcohol, ether, ester, ketone, halide, or their mixture. 

[0042] Alternatively, gas oil after removing sulfur ingredients, vacuum gas oil high boiling point distillates of coal tar 
after treated by hydrogenation are also applicable as the solvent. 

15 [0043] By passing a mixed gas of carbon monoxide and hydrogen through thus prepared slurry of catalyst with 
solvent, dimethyl ether is obtained at a high yield. Applicable range of molar mixing ratio of hydrogen to carbon monoxide 
(H 2 / CO) is wide, for instance, in a range of from 20 to 0.1 as (H 2 / CO), and more preferably from 10 to 0.2. 
[0044] According to the reaction system, the mixed gas does not directly contact with the catalyst, which direct contact 
occurs in a gas-solid catalytic reaction system, but the carbon monoxide and hydrogen contact wilh catalyst only after 

20 dissolved into a solvent. Consequently, selection of an adequate kind of solvent taking into account of the solubility of 
carbon monoxide and hydrogen to the solvent establishes a constant composition of carbon monoxide and hydrogen 
in the solvent independent of the gas composition, and sustains the supply of the mixed gas at an established com- 
position to the catalyst surface. 

[0045] In the case of a mixed gas with significantly low ratio of (H^CO), for example, 0.1 or less, or in the case of 
25 sole carbon monoxide without containing hydrogen, it is necessary to separately supply steam to convert a part of the 
carbon monoxide into hydrogen and carbon dioxide within the reactor. 

[0046] Since solvent exists between the raw material gases and the catalyst, the gas composition does not neces- 
sarily agree with the composition on the catalyst surface. Therefore, it is acceptable that the mixed gas of carbon 
monoxide and hydrogen, or sole carbon monoxide. gas includes relatively high concentration of carbon dioxide (in a 

30 range of from 20 to 50 %). 

[0047] The manufacturing method according to the present invention significantly reduces the effect of ingredients 
that may act as catalyst-poison on the catalyst compared with the gas-solid contact catalyst system. Examples of the 
catalyst-poisoning ingredients which may exist in the raw material gas are sulfur compounds such as hydrogen sulfide, 
cyan compounds such as hydrogen cyanide, and chlorine compounds such as hydrogen chloride. Even when the 

35 catalyst decreased its activity resulted from poisoning, the productivity of total reactor system is maintained at a constant 
level by withdrawing the slurry from the reactor and by charging fresh slurry containing catalyst of high activity to the 
reactor. 

[0048] The reaction heat is recovered in a form of medium pressure steam using a cooling coil installed inside of the 
reactor while passing hot water through the cooling coil. The cooling system controls the reaction temperature at ar- 
bitrary level. 

[0049] A preferable reaction temperature is in a range of from 150 to 400 °C, and particularly preferable in a range 
of from 200 to 350 °C. The reaction temperature below 1 50 °C and above 400 °C degrades the conversion of carbon 
monoxide. 

[0050] A preferable reaction pressure is in a range of from 1 0 to 300 kg/cm 2 , and particularly preferable in a range 
45 of from 15 to 150 kg/cm 2 . The reaction pressure below 1 0 kg/cm 2 results in a low conversion of carbon monoxide, and 
that above 300 kg/cm 2 requires special design of reactor and is uneconomical because of the need of large amount 
of energy for pressurizing the system. 

[0051] A preferable space velocity (charge rate of mixed gas per 1 g of catalyst under standard condition) is in a 
range of from 100 to 50000 ml/g.h, and particularly preferable from 500 to 30000 ml/g-h. The space velocity above 
so 50000 ml/g-h degrades the conversion of carbon monoxide, and that below 100 ml/g.h is uneconomical because of 
the need of an excessively large reactor. 

[0052] The catalyst for manufacturing dimethyl ether according to the present invention comprises alumina particles 
with a methanol synthesis catalyst layer formed around each of the alumina particles. The method for manufacturing 
the catalyst is characterized in the steps of: forming a catalyst active ingredients for synthesizing methanol around 
55 each of alumina particles; and washing the catalyst active ingredients with an acid aqueous solution. Since every 
catalyst ingredient has a size of molecular level and since each of the ingredients chemically adsorbs by each other, 
they do not separate during reaction period. In addition, very small distance of adjacent active ingredients allows the 
reaction cycle described below to proceed promptly, thus improves the yield of dimethyl ether. That is, the sequent 
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10 



th^ltir T n I 69 '" 8 With ,he yieldin9 ° f methan01 from carbon ™ noxid e ""d hydrogen on the methanol svn- 
undlot 1 ' h ? 6 Pr ° dUCed methan °' mi9rateS 0nt0 the alumina ™«e of the catafyst whenaThTmetnanol 
Furthermorfth T COndensation ° n the «*» active centers on alumina, thus yielding dimeThy^hS an water 

to 3ZS ° nt °; h K e methan0 ' SynthSSiS Cata ' ySt - Where the Water re * ct ^ monoxde 
to yield carbon d.oxide and hydrogen. The reaction follows the reaction formulae given below. 



CO + 2H 2 -> CH 3 OH 
2CH 3 OH CH3OCH3 + H 2 0 



15 



20 



CO + H 2 0 -» C0 3 + H 2 

5?e°.d of dL h eth7e h ther Z^aT^^Tl^ aCC ° rdin9 10 Pr6Sent inVention ^Snificant.y increases the 
formed ZS eacn of L I Z na pSiTn L^tT^r T" T methan °' Synth6SiS ^ la *- 

oung p,pe or the like, and is des.gned to conduct withdrawing and filling of catalyst easily. 
Example 

I. Preparation of catalyst 

25 

Examples 1 , 5 through 8 

[0055] Analysis of thus obtained catalyst gave the composition as CuC^ZnOAl^ = 31 :1 6:53 (by weight). 
Example 2 



35 
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45 



SO 



55 



[0057] Analysis of thus obtained catalyst gave the composition as CuO:ZnO:AI 2 0 3 = 20:1! :69 (by weight). 
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Example 3 

[0058] Each of 92.6 g of copper nitrate (Cu(N0 3 ) 2 3H 2 0), 58.5 g of zinc nitrate (Zn(N0 3 ) 2 -6H 2 0), and 25.5 g of 
aluminum nitrate (AI(N0 3 ) 3 . 9H 2 0) were dissolved into about 1 liter of ion -exchanged water. To the solution, 100 g of 

5 fine powder of y-alumina (N612, Nikki Kagaku Co.) having approximate particle size of 20 u.m or less was added. The 
prepared slurry was heated to around 80 °C and held at the temperature. Separately, about 0.7 kg of sodium carbonate 
(Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water, which solution was then heated to about 80 °C. The 
solution was added dropwise to the slurry until the slurry reached to pH 8.0. After completed the dropwise addition, 
the slurry was allowed to stand for about 1 hour for aging. Then, the slurry was filtered, and the cake was rinsed by 

10 ion-exchanged water at about 80 °C until sodium ion and nitric acid ion were not detected anymore. After the rinse, 
the resulted alumina particles were suspended in about 1 liter of aqueous solution of 1 mole/liter nitric acid, and were 
washed following the procedure applied in Example 1 . The alumina particles were then dried at 120 °C for 24 hours, 
followed by calcining thereof in air at 350 °C for 5 hours. The calcined alumina particles were classified to recover 1 20 
u,m or finer ones as the target catalyst. 

15 [0059] Analysis of thus obtained catalyst gave the composition as CuO:ZnO:Al20 3 = 31 :1 6:53 (by weight). 

Example 4 

[0060] Each of 1 85 g of copper nitrate (Cu(N0 3 ) 2 .3H 2 0), 1 1 7 g of zinc nitrate (Zn(N0 3 ) 2 -6H 2 0), and 52 g of aluminum 
20 nitrate (AI(N0 3 ) 3 - 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. To the solution, 50 g of fine powder 
of -jralumina (N612, Nikki Kagaku Co.) having approximate particle size of 20 um or less was added. The prepared 
slurry was heated to around 80 °C and held at the temperature. Separately, about 1 .4 kg of sodium carbonate (Na 2 CQ 3 ) 
was dissolved into about 1 liter of ion-exchanged water, which solution was then heated to about 80 °C. The solution 
was added dropwise to the slurry until the slurry reached to pH 8.0. After completed the dropwise addition, the slurry 
25 was allowed to stand for about 1 hr for aging. Then , the slurry was filtered, and the cake was rinsed by ion-exchanged 
water at about 80 °C until sodium ion and nitric acid ion were not detected anymore. After the rinse, the resulted alumina 
particles were washed by about 1 liter of aqueous solution of 1 mole/liter nitric acid following the procedure applied in 
Example 1 . The alumina particles were then dried at 120 °C for 24 hours followed by calcining thereof in air at 350 °C 
for 5 hours. The calcined alumina particles were classified to recover 120 um or finer ones as the target catalyst. 
30 [0061] Analysis of thus obtained catalyst gave the composition as CuOiZnOiAl^ = 41 :21 :38 (by weight). 

Example 9 

[0062] A catalyst was prepared following the procedure applied in 
35 was set to 40 °C. Example 10 

[0063] A catalyst was prepared following the procedure applied in 
was set to 50 °C. Example 11 

[0064] A catalyst was prepared following the procedure applied in 
was set to 60 °C. Example 1 2 
40 [0065] A catalyst was prepared following the procedure applied in 
was set to 70 °C. Example 1 3 

[0066] A catalyst was prepared following the procedure applied in 
was set to 90 °C. Example 14 

[0067] A catalyst was prepared following the procedure applied in 
was set to 95 °C. 

Comparative Example 1 

[0068] A catalyst was prepared following the procedure applied in Example 1 except that the temperature of slurry 
so was set to 20 °C. 

Comparative Example 2 

[0069] A catalyst was prepared following the procedure applied in Example 1 except that the case was rinsed only 
55 with ion-exchanged water and not rinsed with aqueous solution of nitric acid. 



Example 1 except that the temperature of slurry 
Example 1 except that the temperature of slurry 
Example 1 except that the temperature of slurry 
Example 1 except that the temperature of slurry 
Example 1 except that the temperature of slurry 
Example 1 except that the temperature of slurry 
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Comparative Example 3 

Site (MNO ? ON of C ° PPe ; nitr f te j Cu ( N °3) 2 -3H 2 0), 11 7 g of zinc nitrate (Zn(N0 3 ) 2 -6H 2 O), and 52 g of aluminum 
22! y£f£XL T I 580 , 6 " m, ° ab ° Ut 1 " ,er ° f ion - exchan 9^ Separatefy, about 1 .4 kg of sodium 

Analysis of thus obtained catalyst gave the composition as CuOrZnOAfeOa = 31 :1 6:53 (by weight). 
II. Method for activating catalyst and reaction method 

2m 7 ofL\ 2 t 4 9 ° f "; hex f ecane (31 -1 ml) was charged to a bubble-tower reactor having 2 cm of inside diameter and 

rate of about 300 ml/m^ wk? i H 2 .CO.N 2 of 1 :1 :9) was introduced to pass through the bubble-tower at a flow 

wal t^vrl^Trl 9 m,XSd 988 ,hrOU9h the bubble -t°wer, the temperature in the bubble-tow^ 

The obtamed reaction products and non-reacted substances were analyzed by gas chromatography. 
III. Reaction conditions and experimental results 

[0072] The reaction conditions and experimental results are shown in Tables 1 through 5. 







Example 1 


Example 2 


Example 3 


Example 4 


Condition 


Temparature (°C) 


280 


280 


280 


280 




Pressure (kg/cm 2 -G) ~~~ 


30 


30 


30 


30 


Reaction Result 


CO conversion (%) 




47.7 


37.8 


40.5 


48.3 




Yield (C-mol%) 


Dimethyl ether 


36.5 


25.3 


28.4 


35.7 






Methanol 


2.0 


0.7 


1.1 


2.4 






Hydrocarbons 


0.3 


0.2 


0.3 


0.1 






C0 2 


8.9 


11.6 


10.7 


10.1 




Dimethyl ether space time yield (g/kg- 
cat-h) 


998 


692 


777 


976 



40 



45 



50 



55 
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Table 2 





Example 5 


Example 6 


Example 7 


Example 8 


Condition 


Temparature (°C) 


250 


300 


280 


280 


Pressure (kg/cm 2 -G) 


30 


30 


20 


50 


Reaction Result 


CO conversion (%) 


40.3 


45.1 


38.4 


55.9 


Yield (C-mol%) 


Dimethyl ether 


24.2 


33.8 


26.5 


43.6 


Methanol 


3.8 


1.7 


1.5 


2.2 


Hydrocarbons 


0.1 


2.8 


0.4 


0.8 


co 2 


12.2 


6.8 


10.0 


9.3 


Dimethyl ether space time yield (g/kg- 
cat-h) 


662 


924 


725 


1192 ! 



Table 3 





Example 9 


Example 10 


Example 1 1 


Example 12 


Condition 


Temparature (°C) 


280 


280 


280 


280 


Pressure (kg/cm 2 -G) 


30 


30 


30 


30 


Reaction Result 


CO conversion (%) 


38.8 


40.2 


46.9 


47.8 


Yield (C-mol%) 


Dimethyl ether 


28.5 


31.1 


36.1 


35.9 


Methanol 


3.1 


2.4 


1.8 


2.2 


Hydrocarbons 


0.1 


0.1 


0.2 


0.2 


co 2 


7.1 


6.6 


8.8 


9.5 


Dimethyl ether space time yield (g/ 
kg-cat-h) 


779 


850 


987 


982 



.35 

Table 4 





Example 1 3 


Example 1 4 


Comparative 
Example 1 


Comparative 
Example 2 


Condition 


Temparature (°C) 


280 


280 


280 


280 


Pressure (kg/cm 2 -G) 


30 


30 


30 


30 


Reaction 
Result 


CO conversion (%) 


41.9 


40.0 


30.1 


18.4 


Yield (C- 
mol%) 


Dimethyl ether 


32.1 


29.3 


17.5 


6.5 


Methanol 


1.7 


2.0 


5.7 


6.5 


Hydrocarbons 


0.1 


0.2 


0.1 


0.1 


co 2 


8.0 


8.5 


6.8 


1.3 


Dimethyl ether space time yield i 
(g/kg-cat-h) 


878 


801 


478 


178 



55 
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Reaction result in 

hours, of continuous 
reaction 


Reaction result in 
Example 3 after 1 00 
hours, of continuous 
reaction 




Temparature (°C) 


280 


280 




Pressure (kg/cm 2 -G) 


30 


30 


Reaction Result 


CO conversion (%) 




41.9 


27.3 




Yield (C-mol%) 


Dimethyl ether 


36.3 


13.8 






Methanol 


1.8 


9.8 






Hydrocarbons 


0.2 


0.5 






co 2 


8.8 


3.2 




Dimethyl ether space time yield (g/kg-cat-h) 


992 


377 



30 



a JJLJcl™^™Z manUfaCtUn '"9 dimeth y' ethe ' a ~°'ding to the present invention uses a slurry of so^ent with 
oartiS U tn P ?. 9 I ma Part,CleS 3nd methan °' Synthesis catal ^t layer formed around each of the alumina 
particles, so the method provides effects of achieving high space time yield of dimethyl ether of belna free from nTh 

of reaction under the presence of h.gh concentration of cartoon dioxide, and of less influence of impurities and Sfyst 



EMBODIMENT 2 



35 



40 



45 



50 



55 



S 0 2l catalyst according to the present invention comprises an alumina having micropores with deposits of 

of copper oxS more ore e^h.J i„ » P * ap P roximate ranae °< from 0 to 2 wt.parts of alumina to 1 wt.parts 

Ertir^lf aChi6VeS f 5% ° r hi9her C ° convereion . or nonmally in an approximate range of from 30 to 50% 
,n 1 «n Y ♦ a P Drox,mate ran 9* of from 40to 50%, and achieves 20% or higher dimethyl etheryield or normal 
JLSZE^SK ^"f t0 35% ' PartiCU ' ar,y in an a PP-'-te range of Uo^Otlls^reZZ 

^deL^no ™!" f0r H manufactu : in 9 the cata| yst according to the present invention is characterized in the steps 
iMevenneiess, a salt that likely generates hydroxide in water by hydrolysis is not suitable one. As for 
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w 



15 



30 



the salt of copper and of zinc, nitrate, carbonate, organic acid salt are applicable. For the salt of halide and of aluminum, 
nitrate, carbonate, and organic salt are applicable. A preferable concentration of each ingredient is in an approximate 
range of from 0.1 to 3 mole/liter. 

[0079] After the aqueous solution of the salts fully penetrated into the micropores in alumina, excess amount of 
aqueous solution is removed at need, then the remained aqueous solution is vaporized to dry. At the point that the 
surface water on the alumina is vaporized off, or at the point that the total amount of applied aqueous solution of the 
salts filled the micropores in alumina, the alumina is brought into contact with a solution of deposition agent. The 
deposition agent is a base, which reacts with an inorganic portion that structures the copper salt, the zinc salt, and the 
aluminum salt to form an watersoluble salt, while the deposition agent itself is able to be emitted by thermal decom- 
position during succeeding calcining step. A preferable deposition agent includes ammonia, urea, and an organic base, 
and particularly ammonia is preferred. Base which cannot be thermally decomposed, such as sodium hydroxide, po- 
tassium hydroxide, and sodium carbonate, is not favorable because that type of base remains in micropores in alumina 
even after sufficient washing with water to interfere the catalyst activity. A preferable concentration of the solution of 
deposition agent is in an approximate range of from 0.5 to 10 mole/liter. With the addition of solution of deposition 
agent, copper salt, zinc salt, and aluminum salt are hydrolyzed within the micropores in alumina by the base as a 
deposition agent, thus depositing those salts onto the surface of the micropores. The deposition of copper, zinc, and 
aluminum may be conducted separately, at need. Applicable deposition temperature is around 80 °C at the maximum, 
and room temperature is preferred. As for pH value, that in the micropores is important, though the pH within the 
micropores cannot be measured. The pH value in the solution of deposition agent is always at alkali side (pH > 12). 
20 The deposits are then fully washed with ion-exchanged water or the like to remove base ions and inorganic ions, and 
the alumina with deposits is dried and calcined. The calcining may be conducted in air. The temperature of calcining 
is preferably at a temperature that copper hydroxide, zinc hydroxide, and aluminum hydroxide are converted into copper 
oxide, zinc oxide, and alumina, respectively, and that base is thermally decomposed to emit, or, for example, in a range 
of from 250 to 400 °C for a period of 1 to 1 0 hours. 
25 [0080] Thus prepared catalysts are used in a state of slurry with a solvent after classifying to remove a portion of the 
catalysts which excessively enlarged their size caused by deposition. The amount of catalyst in the solvent depends 
on the kind of the solvent, the reaction conditions, and other variables. Normally, the amount of catalyst is in a range 
of from 1 to 50 wt.% to the amount of the solvent. 

[0081] The kind of solvent used for synthesizing dimethyl ether according to the present invention is arbitrarily se- 
lected if only the solvent is in liquid phase under the reaction condition. Examples of the solvent are hydrocarbons of 
aliphatic, aromatic, andalicyclic groups, alcohol, ether, ester, ketone, halide, or their mixture. 
[0082] Alternatively, gas oil after removing sulfur ingredients, vacuum gas oil high boiling point distillates of coal tar 
after treated by hydrogenation are also applicable as the solvent. 

[0083] By passing a mixed gas of carbon monoxide and hydrogen through thus prepared slurry of catalyst with 
35 solvent, dimethyl ether is obtained at a high yield. Applicable range of molar mixing ratio of hydrogen to carbon monoxide 
(Hg/CO) is wide, for instance, in a range of from 20 to 0.1 as (H^CO), and more preferably from 1 0 to 0.2. According 
to the reaction system, the mixed gas does not directly contact with the catalyst, which direct contact occurs in a gas- 
solid catalytic reaction system, but the carbon monoxide and hydrogen contact with catalyst only after dissolved into 
a solvent. Consequently, selection of an adequate kind of solvent taking into account of the solubility of carbon monoxide 
40 and hydrogen to the solvent establishes a constant composition of carbon monoxide and hydrogen in the solvent 
independent of the gas composition, and sustains the supply of the mixed gas at an established composition to the 
catalyst surface. 

[0084] In the case of a mixed gas with significantly low ratio of (Hg/CO), for example, 0.1 or less, or in the case of 
sole carbon monoxide without containing hydrogen, it is necessary to separately supply steam to convert a part of the 
4 5 carbon monoxide into hydrogen and carbon dioxide within the reactor. 

[0085] Since solvent exists between the raw material gases and the catalyst, the gas composition does not neces- 
sarily agree with the composition on the catalyst surface. Therefore, it is acceptable that the mixed gas of carbon 
monoxide and hydrogen, or sole carbon monoxide gas includes relatively high concentration of carbon dioxide (in a 
range of from 20 to 50 %). 

so [0086] The manufacturing method according to the present invention significantly reduces the effect of ingredients 
that may act as catalyst-poison on the catalyst compared with the gas-solid contact catalyst system. Examples of the 
catalyst-poisoning ingredients which may exist in the raw material gas are sulfur compounds such as hydrogen sulfide, 
cyan compounds such as hydrogen cyanide, and chlorine compounds such as hydrogen chloride. Even when the 
catalyst decreased its activity resulted from poisoning, the productivity of total reactor system is maintained at a constant 
level by withdrawing the slurry from the reactor and by charging fresh slurry containing catalyst of high activity to the 
reactor. 

[0087] The reaction heat is recovered in a form of medium pressure steam using a cooling coil installed inside of the 
reactor while passing hot water through the cooling coil. The cooling system controls the reaction temperature at ar- 
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bitrary level 
[0088] 



10 



15 



20 



o. ene rgy for pZSLmX^ST ° " " "" IM *" bec8use "» **> ■»»« 

of dimethyl ether is attained Therefore, the react.on cycle proceeds smoothly, and a high yield 

Example 
25 I. Preparation of catalyst 
Examples 1 , 5 through 8 

at 350 «r fnr * h"«TK ael f cted , a "ymore. The mixture was dried at 120 °C for 24 hours, followed bv calcined in air 

-~ro,^^ 

Example 2 

line powder of re Ulna (WW N S 2 °° °' ""Ranged water. To the solution, 100 g ot 

target catalyst ° P*™ 68 Were °' aSsmed ,0 recover 120 ^ «r ones as the 

[0096] Analysis of thus obtained catafyst gave the composition as CuOZnOrAljO, = 20:1 1 :69 (by weight). 
50 Example 3 



35 



40 



45 



55 



^^Z^^^.^^^^fT^ ES 5 9 °' *~ ' Z ->l N °a)a^O). aod 25.5 g o, 
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target catalyst. 

[0098] Analysis of thus obtained catalyst gave the composition as CuOiZnOiA^Oa = 31 :16:53 (by weight). 
Example 4 

5 

[0099] Each of 1 85 g of copper nitrate (Cu(N03) 2 .3H 2 0) f 11 7 g of zinc nitrate (Zn(N0 3 ) 2 .6H 2 0), and 52 g of aluminum 
nitrate (AI(N0 3 ) 3 - 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. To the solution, 50 g of fine powder 
of -^alumina (N612, Nikki Kagaku Co.) having approximate particle size of 20 urn or less was added. The water of the 
mixture was removed by vaporizing in a water-bath. The resulted material was put into about 1 liter of about 5 mole/ 
10 liter aqueous ammonia. The mixture was held for about 1 hour. Then the mixture was further washed until no ammonium 
ion nor nitric acid ion was detected anymore. The mixture was dried at 120 °C for 24 hours, followed by calcined in air 
at 350 °C for 5 hours. The calcined particles were classified to recover 120 ujti or finer ones as the target catalyst. 
[0100] Analysis of thus obtained catalyst gave the composition as CuOiZnOiA^C^ = 41 : 21 :38 (by weight). 

is Example 9 



20 



25 



30 



35 



40 



45 



50 



[01 01 ] Each of 1 85 g of copper nitrate (Cu(N0 3 ) 2 -3H 2 0), 1 1 7 g of zinc nitrate (Zn(N0 3 ) 2 .6H 2 O), and 52 g of aluminum 
nitrate (AI(N0 3 ) 3 . 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. To the solution, 1 00 g of fine powder 
of -^alumina (N612, Nikki Kagaku Co.) having approximate particle size of 20 u.m or less was added. The water of the 
mixture was removed by vaporizing in a water-bath. The resulted material was put into about 1 liter of about 10 mole/ 
liter aqueous solution of urea. The mixture was heated to about 90 °C under agitation. At the point that pH value 
reached to about 8, the mixture was allowed to stand for cooling. Then the mixture was filtered, and the cake was 
rinsed. The cake was dried at 120 °C for 24 hours, followed by calcined in air at 350 °C for 5 hours. The calcined 
particles were classified to recover 1 20 u.m or finer ones as the target catalyst. 

[0102] Analysis of thus obtained catalyst gave the composition as CuOiZnOiA^Og = 31 :1 6:53 (by weight). 

II. Method for activating catalyst and reaction method 

[01 03] A 24 g of n-hexadecane (31.1ml) was charged to a bubble-tower reactor having 2 cm of inside diameter and 
2 m of height, and 3.6 g of each of the above-described catalyst powders was added to make the contents of the reactor 
in a suspended state. In Examples 5 through 8, the catalyst of Example 1 was used. A mixed gas of hydrogen, carbon 
monoxide, and nitrogen (at a molar ratio H 2 :CO:N 2 of 1 :1 :9) was introduced to pass through the bubble-tower at a flow 
rate of about 300 ml/min. While flowing the mixed gas through the bubble-tower, the temperature in'the bubble-tower 
was gradually raised from room temperature to 220 °C within a period of several hours. At the same time, the concen- 
tration of nitrogen in the mixed gas was gradually reduced to a final level of zero. Then, the reaction system was held 
at 220 °C for about 3 hours, to activate the catalyst. 

[0104] The reaction was conducted at a specified temperature and pressure while introducing the mixed gas of 
hydrogen, carbon monoxide, and carbon dioxide at a molar ratio of IVCO/CC^ = 47.5/47.5/5.0 and at a flow rate of 
336 ml/min. (converted at a condition of normal temperature and pressure). 

[0105] The obtained reaction products and non-reacted substances were analyzed by gas chromatography. 

III. Reaction conditions and experimental results 

[01 06] The reaction conditions and experimental results are shown in Tables 6 through 8. 

Table 6 





Example 1 


Example 2 


Example 3 


Example 4 


Condition 


Temparature (°C) 


280 


280 


280 


280 


Pressure (kg/cm 2 -G) 


30 


30 


30 


30 
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Example 1 


Example 2 


Example 3 


Example 4 


Reaction Result 


CO conversion (%) 




41.3 


27.1 


30.3 


38.6 




Yield (C-mol%) 




Dimethyl ether 


31.5 


20.9 


24.1 


27.3 








Methanol 


1.8 


0.7 


1.4 


2.0 








Hydrocarbons 


0.1 


0.2 


0.2 


0.1 








co 2 


7.9 


5.3 


4.6 


9.2 




Dimethyl ether space time yield (g/kq- 
cat-h) 


861 


572 


659 


747 


, Table 7 












Example 5 


Example 6 


Example 7 


Example 8 


Condition 


Temparature (°C) 


250 


300 


280 


280 




Pressure (kg/cm 2 -G) ~~ 


30 


30 


20 


50 


Reaction Result 


CO conversion (%) 




29.5 


38.4 


32.2 


45.6 




Yield (C-mol%) 


Dimethyl ether 


23.8 


32.4 


24.6 


33.2 






Methanol 


2.1 


1.1 


0.8 


1.7 






Hydrocarbons 


0.1 


0.6 


0.1 


0.5 






C0 2 


3.5 


4.3 


6.7 


10.2 




Dimethyl ether space time yield (g/kg- 
cat-h) 


651 


886 


673 


908 



30 



Table 8 
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Example 9 


Condition 


Temparature ( P C) 


280 




Pressure (kg/cm 2 -G) 


30 


Reaction Result 


CO conversion (%) 


40.8 




Yield (C-mol%) 


Dimethyl ether 


30.7 






Methanol 


1.7 






Hydrocarbons 


0.2 






co 2 


8.2 




Dimethyl ether space time yield (g/kg-cat-h) 


840 
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[0109] The catalyst for manufacturing dimethyl ether according to the present invention is characterized in that at 
least a methanol synthesis catalyst and a methanol-dehydration catalyst are integrated together using a binder. 
[01 1 0] The method for manufacturing dimethyl ether according to the present invention comprises the step of charg- 
ing a mixed gas of carbon monoxide and hydrogen, or a mixed gas of carbon monoxide, hydrogen, and further con- 
taining carbon dioxide and/or water vapor to a slurry of the catalyst with a solvent. 

[0111] The catalyst according to the present invention is basically the one in which a methanol synthesis catalyst, a 
methanol-dehydration catalyst, and a water gas shift catalyst are integrated together. Since, however, the methanol 
synthesis catalyst is inherently an excellent water gas shift catalyst, the methanol synthesis catalyst may play a role 
of the water gas shift catalyst. 

[0112] Methanol synthesis catalyst may be copper oxide - zinc oxide - alumina system and zinc oxide - chromium 
oxide - alumina system. A preferable mixing ratio of individual ingredients of copper oxide, zinc oxide, and alumina is: 
in an approximate range of from 0.05 to 20 wt.parts of zinc oxide to 1 wt.parts of copper oxide, more preferably in an 
approximate range of from 0.1 to 5 wt.parts; in an approximate range of from 0 to 2 wt.parts of alumina, more preferably 
in an approximate range of from 0 to 1 wt.parts. A preferable mixing ratio of individual ingredients of zinc oxide, chro- 
mium oxide, and alumina is: in an approximate range of from 0.1 to 10 of chromium oxide to 1 wt.parts of zinc oxide, 
more preferably in an approximate range of from 0.5 to 5; and in an approximate range of from 0 to 2 wt.parts of 
alumina, more preferably in an approximate range of from 0 to I wt.parts. Applicable methanol-dehydration catalyst 
includes ^alumina, silica-alumina, and zeolite. Examples of metallic oxide ingredient in zeolite are oxide of alkali metal 
such as sodium and potassium, and oxide of alkali earth metal such as calcium and magnesium. As described above, 
the methanol synthesis catalyst may substitute for the water gas shift catalyst. Other than the methanol synthesis 
catalyst, iron oxide - chromium oxide may substitute for the water gas shift catalyst. A preferable ratio of chromium 
oxide to iron oxide is in an approximate range of from 0.1 to 20 wt.parts to 1 wt.parts of iron oxide, more preferably in 
an approximate range of from 0.5 to 1 0. 

[0113] Each of these methanol synthesis catalyst, methanol-dehydration catalyst, and water gas shift catalyst may 
be manufactured by known methods. For example, water soluble salt of each metallic ingredient is used to prepare an 
aqueous solution containing these salts. The kind of salt is either inorganic salt or organic salt. Nevertheless, a salt 
that likely generates hydroxide in water is not suitable one. Nitrate, carbonate, organic acid salt, and halide are appli- 
cable as the salt. A preferable concentration of each ingredient is in an approximate range of from 0.1 to 3 mole/liter. 
A base is added to the aqueous solution to neutralize thereof and to precipitate hydroxide. Then the solid is separated 
from liquid, which is then rinsed and dried, followed by calcining to obtain the target catalyst. Alternatively, a commercial 
catalyst may be used. 

[0114] The mixing ratio of above-described methanol synthesis catalyst, methanol-dehydration catalyst, and water 
gas shift catalyst is not specifically limited, and is selected at an adequate ratio responding to the kind of each ingredient 
and the reaction condition. A preferable mixing ratio is often in an approximate range of from 0.5 to 10 wt.parts of 
methanol-dehydration catalyst per 1 wt.parts of methanol synthesis catalyst, and in an approximate range of from 0 to 
5 wt.parts of water gas shift catalyst per 1 wt.parts of methanol synthesis catalyst. 

[0115] These catalysts are co-pulverized, or pulverized in a mixed state. Co-pulverization is preferably done to an 
approximate average particle size of 200 urn or less, more preferably in an approximate range of from 1 to 100 u,m, 
and most preferably in an approximate range of from 1 to 50 u,m. 

[01 1 6] Thus prepared catalyst mixture particles are blended with a binder. The binder needs to have a characteristics 
of durability to calcining (alteration is acceptable), function to bind individual catalysts to integrate them after calcining, 
and not degrading the activity of each catalyst. Alumina sol and clay are examples of the binder. A preferable ratio of 
binder to catalyst is in a range of from 0.005 to 1 wt.parts to 1 wt.parts of catalyst, more preferably In a range of from 
0.01 to 1 , and most preferably in a range of from 0.05 to 1 . 

[0117] After the co-pulverization, the mixture is processed by drying and calcining. The calcining may be carried out 
at a temperature ranging approximately from 250 to 500 °C for a period of approximately from 2 to 1 0 hours. 
[01 18] After the calcining, the mixture is pulverized for use. Preferably, the pulverization is conducted to an average 
particle size of 200 ^m or less, more preferably to an approximate range of from 1 to 1 00 u.m, and most preferably to 
an approximate range of from 1 to 50 ujti. 

[0119] Thus prepared catalyst achieves 35 % or higher CO conversion, normally in an approximate range of from 
40 to 60 %, and particularly in an approximate range of from 50 to 60 %, and achieves 25 % or higher dimethyl ether 
yield, or normally in an approximate range of from 30 to 40 %. 

[01 20] A primary characteristic of the method according to the present invention is to integrate a methanol synthesis 
catalyst, a methanol-dehydration catalyst, and a water gas shift catalyst using a binder. The integration is conducted 
for ensuring swift progress of the reaction cycle described below by making the distance among these catalysts very 
closely by each other without separating them from each other during the reaction period, thus improving the yield of 
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fmToil!! her ^^L 5, reaCti ° n Pr ° CeedS Sequent order of: yte'ding methanol on the methanol synthesis catalvst 

SSZI^^ hy ^ : m ° Vin9 me,han °' ° nt0 the -thanC-dehydration cata.ystTyS d me^ 
SntLc T y deh y dratlon - c °ndensation; moving the water onto the water gas shift catalyst and/or the methaZ 

gfven b^w ySt t0 ^ hydr ° 9en by ~** With ^ M ^ The ™«™ * 



given below. 

CO + 2H 2 -> CH 3 OH 
2CH3OH CH3OCH3 + H 2 0 
CO + H 2 0 -»C0 3 + H 2 



ocluriin™to?dir a ^ 

dEo^edXa soSem q£Z?T T; J" 6 m ° n ° Xide a " d hydr ° 96n co "tac[with catalyst only 

40 C^«JTJ^;:i^ a ^ ,n ? ,0 the Present invention si 9" M y the effect of ingredients 

reactor W ' thdraW,n9 th6 SlUrry from the reac,or a ™» b V barging fresh slurry containing catalyst of high activrty to the 

Slrom IS^riToCcm^r! 5 ^ 6 " " 3 ° f fr0m 10 * 300 and P arti -' ad V Parable in a range 
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50000 rnl/g-h degrades the conversion of carbon monoxide, and that below 100 ml/g-h is uneconomical because of 
the need of an excessively large reactor. 

[01 33] The catalyst for manufacturing dimethyl ether according to the present invention and a method therefor apply 
integration of a methanol synthesis catalyst, a methanol-dehydration catalyst, and a water gas shift catalyst with a 
5 binder, so the individual catalyst ingredients do not separate from each other during the reaction period. As a result, 
the reaction cycle proceeds smoothly and a high dimethyl ether yield is achieved. 

[0134] The method for manufacturing dimethyl ether according to the present invention significantly increases the 
yield of dimethyl ether by using the catalyst which comprises integrated condition of a methanol synthesis catalyst, a 
methanol-dehydration catalyst, and a water gas shift catalyst, in a state of slurry with a solvent. The method is free 
io from problems such as plugging of catalyst and mechanical strength of catalyst, is designed to readily absorb the 
reaction heat through a cooling pipe or the like, and is designed to conduct withdrawing and filling of catalyst easily. 

Example 
*5 |. Preparation of catalyst 

1 ) Preparation of CuO-ZnO-AI 2 0 3 catalyst 

[01 35] Each of 1 85 g of copper nitrate (Cu(N0 3 ) 2 -3H 2 0), 1 1 7 g of zinc nitrate (Zn(N0 3 ) 2 -6H 2 0), and 52 g or aluminum 
20 nitrate (AI(N0 3 ) 3 . 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. Separately, about 1 .4 kg of sodium 
carbonate (Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water. Both of the solutions were added dropwise 
to about 3 liters of ion-exchanged water in a stainless steel vessel which was controlled at about 60 °C within about 2 
hours, while maintaining the contents to pH 7.0 ± 0.5. Then, the contents were allowed to stand for about 1 hour for 
aging. When, during the treatment, the pH value went out from a range of pH 7.0 ± 0.5, either of an aqueous solution 
25 of about 1 mole/liter nitric acid or an aqueous solution of about 1 mole/liter sodium carbonate was added dropwise to 
keep the range of pH 7.0 ± 0.5. The resulted precipitate was filtered, and the cake was rinsed by ion-exchanged water 
until nitric acid ion was not detected anymore. After the rinse, the cake was dried at 120 °C for 24 hours, followed by 
calcining thereof in air at 350 °C for 5 hours, to obtain the target methanol synthesis catalyst. 
[0136] Analysis of thus obtained catalyst gave the composition as CuOiZnOiA^Ojj = 31 :32:7 (by weight). 
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2) Preparation of CuO-Cr 2 0 3 -ZnO catalyst 



[0137] Each of 0.30 kg of copper nitrate (Cu(N0 3 ) 2 -3H 2 0), 105 g of chromium nitrate (Cr(N0 3 ) 2 -3H 2 0), and 256 g 
of zinc nitrate (Zn(N0 3 ) 2 .6H 2 0) were dissolved into about 1 liter of ion-exchanged water. Separately, about 130 g of 
35 sodium carbonate (Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water. Both of the solutions were added 
dropwise to about 3 liters of ion-exchanged water in a stainless steel vessel which was controlled at about 60 °C within 
about 2 hours, while maintaining the contents to pH 8.5 ± 0.5. Then, the contents were allowed to stand for about 1 hr 
foraging. When, during the treatment, the pH value went out from a range of pH8.5± 0.5, either of an aqueous solution 
of about 1 mole/liter nitric acid or an aqueous solution of about 1 mole/liter sodium carbonate was added dropwise to 
keep the range of pH 8.5 ± 0.5. The resulted precipitate was filtered, and the cake was rinsed by ion-exchanged water 
until nitric acid ion was not detected anymore. After the rinse, the cake was dried at 120 °C for 24 hours, followed by 
calcining thereof in air at 350 °C for 5 hours, to obtain the target methanol synthesis catalyst. 
[0138] Analysis of thus obtained catalyst gave the composition as CuO:Cr 2 0 3 :ZnO = 1 :2:3 (by weight). 

45 3) Preparation of Cu-Al 2 O a catalyst 

[0139] A 15.7 g of copper acetate (Cu(CH 3 COO) 2 -H 2 0) was dissolved into about 200 ml of ion-exchanged water. 
A 95 g of Y-alumina (N612, Nikki Kagaku Co.) was further added to the mixture. The mixture was then vaporized to 
dry. The dried material was further dried in air at 1 20 °C for 24 hours, followed by calcining in air at 450 °C for 4 hours. 
The calcined material was treated in hydrogen gas stream at 400 °C for 3 hours, to obtain a catalyst. Analysis of the 
catalyst gave the composition as Cu:AI 2 0 3 = 5:95 (by weight). 

Examples 1 , 3, and 4 

[0140] An 1 00 g aliquot of CuO-ZnO-AI 2 0 3 catalyst prepared in the above treatment, 50 g of commercially available 
alumina (N612, Nikki Kagaku Co.), and a 50 g aliquot of CuO-Cr 2 0 3 -ZnO catalyst prepared in the above treatment 
were pulverized together in a ball mill for about 3 hours, to a fine powder having about 20 u.m or less of particle size. 
A 50 g of alumina sol (Alumina sol-520, Nissan Chemical Industries, Ltd.) was added to the catalyst powder to uniformly 
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Examples 5, 7, 8,9, and 10 
™ [0142] 



cala-ylt p^in ^^^22^5^ "T * ^ abOVe treatment and a 50 » ali ^ - Cu-A. 2 0 3 
having about 20 o^^L^Si"^ 9Sther 8 ba " mi " '° r ab0Ut 3 hours t0 a fine P°^er 

was added to theTata yst pollVTJS^ ^ 2 !°' S ° l ' 52 °> NiSSan Chemical lndustrie *. Ltd.) 

followed by ca.c^ngl a VT450 »C for 72^ , T^' ^ drted 3if « 120 ° C for 24 

120 ,m o/smaKer ^^^^^Z^ ^ ^ " ™ ^ d * 



Example 6 



Example 11 



40 Comparative Example 

were pufcerized toge £?. ?S rtTSr Jl! h ° Cu °- Cr 2°3- Zn ° catalyst prepared in the above treatment 
The mixture vJS^**^^?!?? ^ T ."T" ab0Ut 20 ^ ° r ,eSS of Dartic,e si2e - 

particle size to obtain a catalyst. 6 Ca ' C ' ned materia ' W3S pU,verized t0 120 

u.m or smaller 

II. Method for activating catalyst and reaction method 

SeSS eachof the loTT ? rea «" ^ 2 cm of inside diameter and 

in a suspended state A n^xed oa oftvd^n IS ^ 'T*" ^ ^ * make the COntents ° f the 
was introduced to pass t^uafthe buS 1^ ' Ca *° n f m0nOXlde - and nitr °9*n (at a mo.ar ratio H 2 :CO:N 2 of 1 :1 :9) 
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(converted at a condition of normal temperature and pressure). 

[0147] The obtained reaction products and non-reacted substances were analyzed by gas chromatography. 
Ml. Reaction conditions and experimental results 



[0148] The reaction conditions and experimental results are shown in Tables 9 and 10. 

Table 9 





example 
1 


Example 
2 


Example 
3 


Example 
4 


Example 
5 


Example 
6 


Condition 


Temparature (°C) 


280 


280 


250 


300 


280 


280 


Pressure (kg/cm 2 -G) 


30 


30 


30 


30 


30 


30 


Reaction 
Result 


CO conversion (%) 


r 51.7 


48.3 


45.4 


47.1 


52.9 


51.3 


Yield 
(C- 

mol%) 


Dimethyl ether 


35.2 


31.4 


27.7 


29.6 


35.8 


33.9 


Methanol 


2.1 


5.3 


6.9 


1.8 


2.4 


2.6 


Hydrocarbons 


0.5 


0.6 


0.4 


3.0 


0.8 


1.3 


co 2 


14.0 


11.1 


10.4 


12.7 


.13.9 


13.5 


Dimethyl ether space time 
yield (g/kg-cat-h) 


963 


859 


758 


809 


979 


927 
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[0149] The catalyst for manufacturing dimethyl ether according to the present invention provides effects of preventing 
separation of individual catalyst ingredients from each other during reaction, of assuring smooth progress of reaction 
cycle, and of achieving high dimethyl ether yield owing to the configuration thereof comprising a methanol synthesis 
catalyst, a methanol-dehydration catalyst, and a water gas shift catalyst being integrated together using a binder. 
[01 50] The method for manufacturing dimethyl ether according to the present invention uses a slurry of solvent with 
a catalyst comprising a methanol synthesis catalyst, a methanol-dehydration catalyst, and a water gas shift catalyst 
being integrated together using a binder, so the method provides effects of achieving high space time yield of dimethyl 
ether, of being free from problems of plugging of catalyst and of mechanical strength of catalyst, of easiness for removing 
reaction heat and for controlling reaction heat, of assuring wide application range of the ratio of carbon monoxide to 
hydrogen, of progress of reaction under the presence of high concentration of carbon dioxide, and of less influence of 
impurities and catalyst poisons. 

EMBODIMENT 4 

[0151] The inventors developed a method for manufacturing a catalyst to produce dimethyl ether, which method 
comprises: suspending a methanol synthesis catalyst, a methanol-dehydration catalyst, and a water gas shift catalyst 
in a solvent while maintaining the difference in an A value within ± 1 x 1 0* 6 g/cm among the methanol synthesis catalyst, 
the methanol-dehydration catalyst, and the water gas shift catalyst, wherein the A is defined by an equation of A = D 2 
(P - S), where D denotes average particle size of catalyst concerned, (cm), P denotes particle density of catalyst 
concerned, (g/cm 3 ), and S denotes solvent density, (g/cm 3 ). The inventors found that the use of thus prepared catalyst 
in a slurry state achieved the production of dimethyl ether at a high yield and a high space time yield from a mixed gas 
of carbon monoxide and hydrogen, or further containing carbon dioxide and/or water vapor. Thus the inventors com- 
pleted the present invention. 

[0152] According to the present invention, each of the methanol synthesis catalyst, the methanol-dehydration cata- 
lyst, and the water gas shift catalyst is prepared under a control of the particle density and the particle size, then they 
are mixed together by a physical means. As a result, the method according to the present invention ensures prompt 
progress of the reaction described below to improve the yield of dimethyether by making the distance among these 
catalysts close by each other while preventing separation thereeach during the reaction period. That is, the reaction 
proceeds in sequent order of: yielding methanol on the methanol synthesis catalyst from carbon monoxide and hydro- 
gen; moving the methanol onto the methanol-dehydration catalyst to yield dimethyl ether and water by dehydration- 
condensation; moving the water onto the water gas shift catalyst and/or the methanol synthesis catalyst to yield hy- 
drogen by the reaction of the water with carbon monoxide. The reaction is expressed by the formulae given below. 

CO + 2H 2 ->CH 3 OH 



2CH 3 OH -» CH3OCH3 + H 2 0 



CO+ H 2 0 -> C0 3 + H 2 

[01 53] The catalyst according to the present invention basically comprises a methanol synthesis catalyst, a methanol- 
dehydration catalyst, and a water gas shift catalyst. Since, however, the methanol synthesis catalyst is inherently an 
excellent water gas shift catalyst, the methanol synthesis catalyst may function also the water gas shift catalyst. 
[0154] Methanol synthesis catalyst may be copper oxide - zinc oxide - alumina system and zinc oxide - chromium 
oxide - alumina system. A preferable mixing ratio of individual ingredients of copper oxide, zinc oxide, and alumina is: 
in an approximate range of from 0.05 to 20 wt.parts of zinc oxide to 1 wt. parts of copper oxide, more preferably in an 
approximate range of from 0.1 to 5 wt.parts; in an approximate range of from 0 to 2 wt.parts of alumina, more preferably 
in an approximate range of from 0 to 1 wt.parts. A preferable mixing ratio of individual ingredients of zinc oxide, chro- 
mium oxide, and alumina is: in an approximate range of from 0.1 to 10 of chromium oxide to 1 wt.parts of zinc oxide, 
more preferably in an approximate range of from 0.5 to 5; and in an approximate range of from 0 to 2 wt.parts of 
alumina, more preferably in an approximate range of from 0 to 1 wt.parts. Applicable methanol-dehydration catalyst 
includes y-alumina, silica-alumina, and zeolite. Examples of metallic oxide ingredient in zeolite are oxide of alkali metal 
such as sodium and potassium, and oxide of alkali earth metal such as calcium and magnesium. Examples of water 
gas shift catalyst are copper oxide - zinc oxide system and iron oxide - chromium oxide system. A preferable ratio of 
copper oxide to zinc oxide is in an approximate range of from 0.1 to 20 wt.parts of copper oxide to 1 wt.parts of iron 
oxide, more preferably in an approximate range of from 0.5 to 10. A preferable ratio of iron oxide to chromium oxide 
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both as .ethane,^ 

5 LZJZ£ ^o^ ^ and ^ »» -* catalyst may 

aqueous solution contaiZg these s 'aS Sd 22 £f ^ * M ^ 9redient is used t0 a " 

that likely generates hyd3e in wateHs^ot Itl ^^T '"T™ "* " ^ a salt 

cable as the salt. A prefer** '^SS^S^^S^'- "** ^ and ha,ide are a PP»" 

base is added to the aqueou soS to nelttoTZ^Tl a ™. pproximate ran 9e of from 0.1 to 3 mole/1 A 

" from liquid, which is then rinsed and dnVd fXwed bJ^£ ? ^T** ^ the solid is se P a ^ted 

catalyst may be used. y CaiCimng 10 0Wa,n the ,ar 9 et cata| y st - Alternatively, a commercial 

"Je^^T Cata ^ ■ .^ano,-dehydra«on catafyst, and water 
and the reaction condition. A prefe^^e'mbdnq r^ adequate ratio responding to the kind of each ingredient 

« methancl-dehydration catalyst per 1 S parts oTm^l c J aPpr0X,mate ran 9 e of fro ™ 0.5 to 1 0 wt.parts of 

difference* Avalue exceeds* 1 x 10 ' ^then^econveZ,^ >Z V m ° repreferab, y within ± 5 * ™ 7 9'om. If the 
« the value A is not specifically limited General v howTJ th , °" m ° nOX,de decreases - The for controlling 

size and the particle dens JoTcata ivs Z~r h k ' COntr °' ' S Carried ° Ut based main| y on the a verage particle 
the average partic. si 2 ^SS^^T? ? USB ° f SOlvent shows no si 9™««nt change If onfy 

of average particle size is TS^^i^T^ ?T? *"* Sh ° W Signif iC3nt Chan 9 e - Accordingly, the control 
particle s 9 ize P The dSST! aveX D amct 2 T"? ^ * 8 m6th ° d f ° r trolling L average 
* m^d,or«^m^.^d^X^IiS" T * 7 ^ ZBB0 ^^- segmentation 

buoyancy method (JIS R6125) det6rm,nat, ° n ° f part,cle dens,t V ls ca ^ed out by picnometer method (JIS R-5201) and 

f h °r s i e ir;:ts s n ss;t?S'j2si r srs of cata,yst in the so,vent depends - - « - 

wt.% to the amount of the sofvent 0rma " y ' the am ° Unt ° f Cat ^ st is in a ra "9 a «* "°m 1 to 50 

Sif SSZZSZl Z^^T^Sl eth6r --f 9 10 thS PreSSnt * a ^trari.y se- 

-.vei.d^^ ^us prepared slurry of catalyst with 

(H2/CO) is wide, for instance, in m^^J^^t^^^^JT" 9 ""° * * ^ m0noxide 

[01 62] Accordingto the reaction svTtem hVm.viL 1 ( ^ 0) ' a " d m ° re P referab| y f ~m 1 0 to 0.2. 
occursinagasJLata^ 

dissolved into a solvent. ConsequenTv sSeSion If «n !h TTJ^ C ° ntaCt With cata, V st °^ ^ 

carbon monoxide and hydr^n^itS^LS^T f . S °' Vent t3kin9 aCC ° Unt ° f the ***** of 
in the solvent independent St the C» rSwoTJS . ! COmpos,,ion of carbo " monoxide and hydrogen 
position to the catalyst surface com P° s,t,on > and susta.ns the supply of the mixed gas at an established com- 

carbon monoxide int0 hydrogfin ^ S2SS ^ l ° 3 Part ° f tha 

^^TC^^SM and the calalyst ' lhe 9as composiMon does not — 

monoxide and hydrogen or sole camln h , There,ore ' rt ,s acceptable that the mixed gas of carbon 

range of from 20 to 50%i ° n ° X ' de ^ re,ative * hi 9 h concentration of carbon dioxide (in a 

CmUof^ ^«y reduces the effect of ingredients 

catalyst-poisoning ingredients which mav eS in f f 9aS " S °" d ° 0ntaCt System - Exam P les ° f the 

cyan compounds such as ^ and cZl ' SU,fUrC ° mP ° UndS SUCh as h y dro 9 ens "^. 

catalyst decreased its activity reXd from ^ compounds such as hydrogen chloride. Even when the 

level by withdrawing the s.u^ fr^ 

reactor. ^ 6 r6aC, ° r and by char 9<ng fresh slur^ containing catalyst of high activity to the 

1-0166, The reaction heat is recovered in a form of medium pressure steam using a cooling coil instal.ed inside of the 
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reactor while passing hot water through the cooling coil. The cooling system controls the reaction temperature at ar- 
bitrary level. 

[0167] A preferable reaction temperature is in a range of from 150 to 400°C ! and particularly preferable in a range 
of from 200 to 350 °C. The reaction temperature below 1 50 °C and above 400 °C degrades the conversion of carbon 
5 monoxide. 

[0168] A preferable reaction pressure is in a range of from 1 0 to 300 kg/cm 2 , and particularly preferable in a range 
of from 15 to 150 kg/cm 2 . The reaction pressure below 1 0 kg/cm 2 results in a low conversion of carbon monoxide, and 
that above 300 kg/cm 2 requires special design of reactor and is uneconomical because of the need of large amount 
of energy for pressurizing the system. 
io [0169] A preferable space velocity (charge rate of mixed gas per 1 g of catalyst under standard condition) is in a 
range of from 100 to 50000 ml/g.h, and particularly preferable from 500 to 30000 ml/g.h. The space velocity above 
50000 ml/g.h degrades the conversion of carbon monoxide, and that below 100 ml/g.h is uneconomical because of 
the need of an excessively large reactor. 

is Example 

I. Preparation of catalyst 

1) Preparalion of catalyst [1] 

20 

[0170] Each of 185 g of copper nitrate (Cu(N03)23H 2 0), 117 g of zinc nitrate (Zn(N0 3 ) 2 6H 2 0), and 52 g of aluminum 
nitrate (AI(N0 3 ) 3 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. Separately, about 200 g of sodium 
carbonate (Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water. Both of the solutions were added dropwise 
to about 3 liters of ion-exchanged water in a stainless steel vessel which was controlled at about 60 °C within about 2 

25 hours, while maintaining the contents to pH 7.0 ± 0.5. Then, the contents were allowed to stand for about 1 hour for 
aging. When, during the treatment, the pH value went out from a range of pH 7.0 ± 0.5, either of an aqueous solution 
of about 1 mole/liter nitric acid or an aqueous solution of about 1 mole/liter sodium carbonate was added dropwise to 
keep the range of pH 7.0 ± 0.5. The resulted precipitate was filtered, and the cake was rinsed by ion-exchanged water 
until nitric acid ion was not detected anymore. After the rinse, the cake was dried at 120 °C for 24 hours, followed by 

30 calcining thereof in air at 350 °C for 3 hours, to obtain the catalyst [1]. 

[0171] Analysis of thus obtained catalyst [1] gave the composition as CuO:ZnO:Al20 3 = 61 :37:7 (by weight). 

2) Preparation of catalyst [2] 



[0172] Each of 91 g of copper nitrate (Cu(N0 3 ) 2 3H 2 0) and 256 g of zinc nitrate (Zn(N0 3 ) 2 6H 2 0) were dissolved into 
about 1 liter of ion-exchanged water. Separately, about 1 30 g of sodium carbonate (Na 2 CO s ) was dissolved into about 
1 liter of ton-exchanged water. Both of the solutions were added dropwise to about 3 liters of ion-exchanged water in 
a stainless steel vessel which was controlled at about 60 °C within about 2 hours, while maintaining the contents to 
pH 8.5 ± 0.5. Then, the contents were allowed to stand for about 1 hr for aging. When, during the treatment the pH 
value went out from a range of pH 8.5 ± 0.5, either of an aqueous solution of about 1 mole/i nitric acid or an aqueous 
solution of about 1 mole/liter sodium carbonate was added dropwise to keep the range of pH 8.5 ± 0.5. The resulted 
precipitate was filtered, and the cake was rinsed by ion-exchanged water until nitric acid ion was not detected anymore. 
After the rinse, the cake was dried at 1 20 °C for 24 hours, followed by calcining thereof in air at 350 °C for 3 hours, to 
obtain the catalyst [2]. 

[0173] Analysis of thus obtained catalyst [2] gave the composition as CuO:ZnO = 3:7 (by weight). 

3) Preparation of catalyst [3] 

[0174] An 100 g of alumina (N612, Nikki Kagaku Co.) was dried in air at 120 °C for 24 hours, followed by calcining 
in air at 450 °C for 3 hours to obtain the target alumina catalyst [3]. 

4) Preparation of catalyst [4] 

[0175] A 15.7 g of copper acetate (Cu(CH 3 COO) 2 H 2 0) was dissolved into about 200 ml of ion-exchanged water. A 
95 g aliquot of alumina catalyst prepared in the step 3) was further added to the mixture. The mixture was then vaporized 
to dry. The dried material was further dried in air at 120 °C for 24 hours, followed by calcining in air at 450 °C for 3 
hours. The calcined material was treated in hydrogen gas stream at 400 °C for 3 hours to obtain the catalyst [4]. 
Analysis of the catalyst gave the composition as Cu:Al 2 Q 3 = 5:95 (by weight). 
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5) Preparation of catalyst [5] 
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arltell a £out 350 i T. Th T (A,(N0 3^H 2 0) was dissolved into about 2 liters of ion-exchanged water. Sep- 
thTciL « 9 l l m carbonate (Na 2 C0 3 ) was dissolved into about 2 liters of ion-exchanged water Both of 

mHLTS^ Tf 6 10 ab ° Ut 3 ,it6rS °' i0n - exchan ^d water in a stainless steel vessel aUoom tern 
fcr fho rrTn ? , Wh " e ma,ntainin 9 the contents t° PH 7.5 ± 0.5. Then, the contents were allowed to stand 

for about 1 hour for aging. When, during the treatment, the pH value went out from a range of pH 7 5 ± 0 5 ettheTof 

adde' t 'T f T 1 m0,e/liter ni,riC aCid ° r an a ^ ueous solutio " of ab °« 1 mciar sodium carbon Te was 
SS^JS^r^" 9 "-? PH 75 * rSSUlted Predpftate WaS fiftered ' and the cake was "Ted 5 

2^ hou^s Xtef bv Z r d T W3S " 0t d6teCted anym ° re - Aft6r thS rinse ' the cake wa * ^ied at 120 °C for 

2J, ^ ur % fo,lowed b V calcining thereof in air at 350 °C for 3 hours to obtain alumina 

A 171 JaTot'J 11 nl C a ° P H er , aCetate ( Cu < CH 3 c °0) 2 H 2 0) was disso.ved into about 200 ml of ion-exchanged water 
material ZtflT h P . Umma W3S added t0 the mixture < which mixture was ^ evaporated to dry The dried 
mate a IS^^S? 7 * 12 ° °° t0r 24 ^ ,0 "° Wed by Caldnin 9 in air at 450 ° C f ° r 4 »«.'"■ ^»323 



Example 1 



S!Ii!L r J,^ WlBl )^ t P 1 W3S pulveri2ed in a ba " mi » t° fine powder having an average particle size of 1 6 9 um The 
pSSed r/bal mm fc /" & ™ T 1° P0Wder ^ a " aVera9e ^ -» " 15 6 ■«"■ ™* ca^S waj 
of latest 11 an , "TTl *" Partide SiZe ° f 15 5 ^ A 2 4 9 a,iQuot ° f the fine powder 



Example 2 



[ °! 7 i 9] . r T? e Cata,ySt [1] was P ulv eri 2 ed in a ball mill to fine powder having an average particle size of 16 9 um Th« 
catalyst [4] was pulverized in a ball mil, to fine powder having an average particle size of 15 2 Z A 2 4 o of 
the fine powder of catalyst [1 ] and an 1 .2 g aliquot of the fine powder of catalyst [4] were physical mixed together 

Example 3 

SISL^ 2 ' 4 2 a ' iq ! ,0t °V h6 fine P ° Wder ° f catalyst [1] havin 9 an avera 9 e P artic ='e size of 1 4.4 p.m and an 1 2 q aliquot 
of the f,ne powder of catalyst [4] having an average particle size of 12.9 .um were physically mLd together 

Example 4 

SlhlL^n ' 4 2 a ' iq ! ,0t ° f . the " ne P ° Wder 0f Catalyst t1] havi "9 an avera 9 e P ar ticle size of 1 6.9 um and an 1 2 q aliauot 
of the f,ne powder of catalyst [5] having an average particle size of 1 8.4 .um were physically m^xed together 

Comparative Example 1 

«■ St [2 ?wl y S T!^ «d 8 l^ rn,,ng t0 P T edUre ° f EXamP ' e 1 6XCept that thS ^ * the 

cdiaiysi L^J was 20.1 jim and that the average particle size of the catalyst [3] was 1 8.5 pm. 

Comparative Example 2 

SSt WwalT2.9 e ^ miXed C ° nf0rmin9 10 Pr ° CedUre ° f Examp ' e 2 that the —9* Particle size of the 

II. Method for activating catalyst and reaction method 



SLlf 9 ? "; hexadecane < 31 -1 ml) was charged to a bubble-tower reactor having 2 cm of inside diameter and 

fn a A ,2 * ^T^^ cataly st Powders was added to male the contents 

m a suspended state. A mixed gas of hydrogen, carbon monoxide, and nitrogen (at a molar ratio HvCO-N of 1-1 n 

ZtuT^TllT 5 th t H bubble - tower at a ^e of about 300 mLin. While fl^ mi Jed gfi 

through the bubble-tower, the temperature in the bubble-tower was gradually raised from room temperature to 220 »C 



26 

BNSDOCID: «EP 117*408A1_L> 



EP 1 174 408 A1 



within a period of several hours. At the same time, the concentration of nitrogen in the mixed gas was gradually reduced 
to a final level of zero. Then, the reaction system was held at 220 °C for about 3 hours to activate the catalyst. 
[0185] The reaction was conducted at a specified temperature and pressure while introducing the mixed gas of 
hydrogen, carbon monoxide, and carbon dioxide at a molar ratio of Hj/CO/COg = 47.5/47.5/5.0 and at a flow rate of 
5 336 ml/min. (converted at a condition of normal temperature and pressure). 

[0186] The obtained reaction products and non-reacted substances were analyzed by gas chromatography. 

III. Reaction conditions and experimental results 

io [0187] The reaction conditions and experimental results are shown in Tables 11 and 12. 



Conversion of dimethylether(%) 

_ Charge rate of dimethylether — Discharge rate of non - reacted dimethyleter 
15 ~ Charger rate of dimethyleter x 100 

^x Yielding rate methanol 

Yield of methanol(%)=4: - — — — — — x 100 

^Charge rate of dimethyleter 

20 

Yield of hydrocarbons(%) - Z[n/2 x vieldin 9 rate of hidrocabons (number of carbons: n) Q 
v ' Charge rate of dimethylether 1UU 

25 t x Yielding rate of C0 2 

Yield of CO- (%) = —5 — x 1 00 

2 v ' Charge rate of dimethylether 



Table 11 





Example 1 


Example 2 


Example 3 


Catalyst 


Catalyst No. 


G> 


© 


® 


® 


® 




® 


Particle Density(g/cm 2 ) 


28.2 


3.17 


3.20 


2.82 


3.31 


2.82 


3.31 


Particle size(cm) x 1 0 4 


16.9 


15.6 


15.5 


16.9 


15.2 


14.4 


12.9 


Weight (g) 


2.4 


1.2 


1.2 


2.4 


1.2 


2.4 


1.2 


Value of A (g/cm) X10 5 


5.85 


5.83 


5.83 


5.85 


5.86 


4.25 


4.22 


Condition 


Temparature (°C) 


280 


280 


2* 


JO 


Pressure (kg/cm 2 -G) 


30 


30 


30 


Reaction Result 


CO conversion (%) 


40.1 


53.9 


52.1 


Yield (C-mol%) 


Dimethyl ether 


31.2 


36.2 


34.0 


Methanol 


2.5 


2.5 


2.6 


. Hydrocarbons 


1.2 


0.8 


0.5 


co 2 


5.5 


14.4 


15.0 


Dimethyl ether space time yield (g/kg- 
cat-h) 


853 


990 


930 
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Example 1 


Comparative example 1 


Comparative example 2 


Catalyst 


Catalyst No. 


0) 


© 


© 


© 


® 


© 


® 


Particle Density (g/cm 2 ) 


2.82 


2.50 


2.82 


3.17 


3.20 


2.82 


3.31 


Particle size(cm) xio 4 


16.9 


18.4 


16.9 


20.1 


18.5 


16.9 


12.9 


Weight (g) 


2.4 


1.2 


2.4 


2.4 


1.2 


2.4 


1.2 


Value of A (g/cm) x10 5 


5.85 


5.85 


5.85 


9.68 


8.31 


5.85 


4.22 


Condition 


Temparature (°C) 


280 


280 




2£ 


to 


Pressure (kg/cm 2 -G) 


30 


30 


30 


Reaction 
Result 


CO conversic 


>n (%) 


52.7 


33.4 


41.6 


Yield (C- 
mol%) 


Dimethyl ether 


35.1 


23.3 


26.9 


Methanol 


2.1 


1.2 


2.0 


Hydrocarbons 


0.9 


0.8 


0.5 


C0 2 


14.6 


8.1 


12.2 




Dimethyl ether space time 
yield (g/kg-cat-h) 


960 960 


637 637 


736 736 



10 



15 



20 



25 



30 



35 



40 



45 



50 
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£SItio?of?2E J?! UfaCtUr,n9dlmeth y letheraTCordi "9 tot hepresentinventionprovides affects of preventing 
cvcle and of h ^ ln 9 redlents fr °™ «*h other during reaction, of assuring smooth progress of reaction 

ST lthf , 9h d ' methyl 6ther yie,d OWing t0 the controlled particle density and partible size for each of 

SE^tS*"" CatafySt methan °'- deh Vdration cataiyst, and the water gasshtft catalyst confo^ing to a 

i 0 cftaL\ h omTrSno TnTT™?, aCC ° rding t0 th ° preS6nt inventiot1 uses a slu ^ « «*nt with 

Linn f oompnsmg a methanol synthes.s catalyst, a methanol-dehydration catalyst, and a water gas shift catalvst 

fre ?£ S ° T eth ° d Pr0Vid6S 6ffeCtS ° f aChieVin ^ hi ^ h *L ^ ld * ^hytethet ofteing 
heat and to T^Z^T 1 °k " mechanical *™*h ° f of easiness for removing reaction 

J£^rt^° h ' aSSUrin9 Wide a PP |ication ran 9 e of ratio of carbon monoxide to hydrogen 

anS S " " PreSen ° e ° f COncentratio " ° f cart ™ di °* da - and of ,ess influence of impuS 

EMBODIMENT 5 

[01 90] Synthesis of dimethyl ether proceeds following the three equilibrium reactions shown below. 

CO + 2H 2 <=> CH 3 OH 



2CH 3 OH CH3OCH3 + H 2 0 
H 2 0 + CO <=> H 2 + C0 2 



(1 ) (Methanol synthesis reaction) 
(2) (Dehydration reaction) 
(3) (Shift reaction) 



eact on ^e methLn. I " ( } ' S S °' e,y *• r6aCti ° n is What te cal,ed the ^hanol synthesis 

necSrvTo oh^nTt ^ 3 Hmitati ° n ° f eauilibrium . and a high pressure (80 to 120 kjjcm*) is 

TullZrZl " 3 tar9et convers,on - ,n single stage process, however, the reaction (2) which is siqnifeantlv 
3, T T S ° equ,l,brium successive^ proceeds within the same reactor to consume the methanol as S ™2 
blco m I; ! ' 6n0r reaCti ° n eqUi ' ibriUm ° f reaction < 1 > is ^pensated. As a result, toe^Zetersyn^* 

rssr conventionat methano1 synthesis process That is: the sinai ^ p ~ 
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[0192] The reaction mixture comprises non-reacted CO and H 2 , reaction products methanol, dimethyl ether, and 
C0 2 , and slight amount of byproducts such as alkane. Since the composition depends on the reaction rate and equi- 
librium of each of the reactions (1) through (3), the single stage process cannot increase the amount of solely a target 
product. In particular, methanol as an intermediate is unavoidably left in the reaction products. 
5 [01 93] Reaction rate in each reaction is controlled by changing the ratio of methanol synthesis catalyst, dehydration 
catalyst, and shift catalyst. Thus the composition of the reaction products is controlled. Since, however, these three 
types of reactions, proceed simultaneously and since all of these three reactions are equilibrium reactions, the control 
has a limitation owing to the limit of equilibrium. With that type of reaction system and under a normal reaction condition, 
it is very difficult to attain the selectivity of dimethyl ether over 95% (in the products excluding C0 2 ). 
io [0194] The difficulty is described below referring to a thermodynamic calculation. 

[0195] Fig. 2 shows reaction equilibria of H 2> CO, methanol, C0 2 , and water, on the basis of reactions (1), (2), and 
(3). For instance, under a condition of 300 °C of reaction temperature, 50 atm of reaction pressure, and 1 of initial CO/ 
H 2 ratio, the selectivity of dimethyl ether (starting material of CO, carbon molar basis, excluding C0 2 ) at the reaction 
equilibrium is 98%. Establishing a reaction equilibrium is, however, impossible in actual process, and the selectivity of 
dimethyl ether becomes significantly lower level than the calculated value owing to the presence of methanol as an 
intermediate. In a state of lower temperature than the above example, for instance at 240 °C of reaction temperature, 
50 atm of reaction pressure, and 1 of initial CO/H 2 ratio, the selectivity of dimethyl ether at a reaction equilibrium 
becomes 99 % which is somewhat higher than that in the above example. Under the condition, however, the rate of 
methanol-synlhesis reaction (1) is low and actually the reaction equilibrium is never established. 
20 [0196] The method according to the present invention uses a mixture of methanol synthesis catalyst, dehydration 
catalyst or dehydration and shift catalyst in the first stage reaction to yield crude dimethyl ether, and uses dehydration 
and/or shift catalyst in the second stage reaction to convert most of the remained methanol into dimethyl ether, thus 
attains a high selectivity of dimethyl ether. 

[01 97] That is, the first stage reaction increases the conversion of CO/H 2 raw material mixed gas by using a combined 
25 methanol synthesis catalyst + dehydration catalyst + shift catalyst. The second stage reaction uses dehydration catalyst 
and/or shift catalyst, and adopts a reaction condition particularly suitable for the above-described reactions, thus achiev- 
ing the conversion of most part of the remained methanol into dimethyl ether to increase the selectivity of dimethyl ether. 
[0198] The second stage reaction uses only dehydration and/or shift catalyst without applying methanol synthesis 
catalyst. When the second stage reaction adopts a reaction condition particularly suitable for the dehydration and/or 
30 shift reaction, solely the dehydration and/or shift reaction proceeds and only these reactions approach the equilibrium 
state. In a reaction system where no methanol synthesis catalyst exists, no additional methanol yields, and the remained 
methanol is converted into dimethyl ether, so the selectivity of dimethyl ether increases. 

[0199] Accordingly, the present invention provides a method for manufacturing dimethyl ether comprising the steps 
of: using a mixed gas as a raw material gas containing carbon monoxide and either or both of hydrogen and water 
vapor, or further containing carbon dioxide; conducting a first stage reaction by contacting the raw material gas with a 
catalyst containing a synthesis catalyst, a methanol-dehydration catalyst, and a shift catalyst; and conducting a second 
stage reaction by contacting the first stage product gas with a catalyst containing at least one of the dehydration catalyst 
and the shift catalyst. 

[0200] The catalyst used in the first stage according to the present invention is a combination of known methanol 
synthesis catalyst, known dehydration catalyst, and known water gas shift catalyst. Applicable methanol synthesis 
catalyst includes common industrial catalysts for methanol synthesis, such as those of copper oxide - zinc oxide system, 
zinc oxide - chromium oxide system, copper oxide - zinc oxide/chromium oxide system, copper oxide - zinc oxide/ 
alumina system. Examples of dehydration catalyst are acid-base catalyst such as y-alumina, silica, silica-alumina, and 
zeolite. Examples of the metallic oxide ingredient in zeolite are oxide of alkali metal such as sodium and potassium, 
and oxide of alkali earth metal such as calcium and magnesium. Examples of water gas shift catalyst are copper oxide 
- zinc oxide system, copper oxide - chromium oxide - zinc oxide system, and iron oxide - chromium oxide system. 
Since methanol synthesis catalyst has a strong activity as a shift catalyst, it can substitute for the water gas shift 
catalyst. A copper oxide supported by alumina is applicable as dehydration catalyst and also as water gas shift catalyst. 
[0201] The mixing ratio of above-described methanol synthesis catalyst, dehydration catalyst, and water gas shift 
catalyst is not specifically limited, and it depends on the kind of each ingredient and reaction condition. Normally the 
ratio is often in an approximate range of from 0. 1 to 5 wt.parts of dehydration catalyst to 1 wt.parts of methanol synthesis 
catalyst, more preferably in an approximate range of from 0.2 to 2; in an approximate range of from 0.2 to 5 wt.parts 
of water gas shift catalyst, more preferably in an approximate range of from 0.5 to 3. When the methanol synthesis 
catalyst substitutes for the water gas shift catalyst, the above-described amount of the water gas shift catalyst is added 
55 to the amount of the methanol synthesis catalyst. 

[0202] The catalyst used in the second stage reaction is a combination of dehydration catalyst, dehydration-shift 
catalyst, and a combination of dehydration catalyst + shift catalyst. The dehydration-shift catalyst may use a catalyst 
of copper oxide supported by -y-alumina as the catalyst having activity of both dehydration and shifting. 
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EhmctteXsI^^hlT " !£ S6COnd Sta9e reaC,i ° n inC,Ude ,h ° Se " Sted 38 exam P ,es of dehydration cat- 
alyst, snirt catalyst, and dehydration-shift catalyst in the first stage reaction 

partic^ze t SOO^mI" °' ,ir ^ and second **** reactions are used in a powder state. A preferab.e average 
part.de size ,s 300 pm or less, more preferably in an approximate range of from, 1 to 200 urn and most preferably in 

be KZT ran9S ° f ' 1 ° t0 1 50 T ° ™™ P° wd - " that range of particle size, the ^SJSSS 

^WhlnXled^ ^ fi ^ StaQe thS S6C0nd Sta9S may be ertherfixed bed «yP« "slurry bed 

When ^1,™ h h„ tyP aCt ° r ,S aPP " ed * the C3talySts are adulated to a suitable size by a known method 
^tetennrierlh . ^ " apP ' ied ' the a PP |icable "Ivent is arbitrary kind if only the solvent maintains liquid 

reaction condrtion. Examples of the solvent are hydrocarbons of a.iphatic, aromatic, an SZ? 
6 . ' halid6, ° r th6ir miXtUre - Alte ™tively, 9as oil after Amoving sulfur ngredieS vaZm 

amot P °' nt d ' St ; ,ateS ° f 0031 t3r aft6r treatSd by "^nation are also applicable as the solvent The 

of t°rl°^ V f ' n ?' Vent dependS ° n thS kind ° f SOlvent and the reaction condition Normally, a preferable anoe 

KSl^S? ,S 1 Wt % t0 am ° Um ° f SOlVent ' m ° re Preferably in a ™"0* of 2 to 30 wt % 9 

[0205] The mixing ratio of hydrogen and carbon monoxide may be in a range of from 20 to 0 1 as hWCO molar rati. 

eTampTo? 2£ 3 "Th" ^ 1 ° t0 ^ «— ° f 3 mixed 9as with *3^^2^(^™S 
ISt , " ° r 6 C3Se ° f S0 ' e ° arb0n ™noxide without containing hydrogen, it is necessary to separate* 
ST 0 ^ ?• reaCti0 " (3) the reaCt0rt0 Convert a Part of the carbon mo^fcS^SS 
c^n^x^ 1 - - - - — - - CO- A preferable arnounfof 

[020$] A preferable condition of the first stage reaction is the reaction temperature in a range of from 1 50 to 400 °C 

reduction ' K 3096 ° f fr ° m 200 t0 350 °° The reaCti0n te -P-ature beiow 150 -c and above 400 -c res 2 in a 
reduction of carbon monoxide conversion. A preferable reaction pressure is in a range of from 10 to 300 ka/cm* 
part«ulany ,n a range of from 15 to 150 kg/cm*. The reaction pressure below 10 l^ M 7 t to«Zfi 

ZZoZZ^oZV^ T ^ ^ ° f ^ and is -economical because if hi 

1 e T^ata. 9 t T 9V pressuri2in 9 the s y stem - A preferable space velocity (charge rate of mixed qas per 

l^TnTZT^TTZ* " 3 ran9e ° f fr ° m 100 10 50000 and Particularly preferabelromso" 

1 00 Z S r^SZl 7 ^ °^ 50000 ' /k9 h d69radeS the C ° nVerSi0n ° f Carbon ™noxide, and that below 
rnor, uneconomical because of the need of an excessively large reactor 

IS, °f" diti0n ° f thS Se ° 0nd Sta9e reaction be the same with that of the first stage reaction A maior 
the S IT h k T ,h ° d aCC ° rding ,0 the Present invention is t0 conduct »• second stage reason sCratelyTom 
eac Z ST^S? a W V° r ,6Ct ° PtimUm C ° nditi0n PartiCUlar,y ,0r the Ration reaction (2) and for the sS 
It a S } ' V 1 f C ° rdm9 10 an analysis of reaction e ° ui «°™rn, the reactions of (2) and (3) become advan aaeous 

w ft h s s sr fl ' rsEir reactio r r ttain sufficiem ievei ° f reacti ° n rata « 3 ^Z^ltZTel 

faction | a nce ?h Jraa ' tha S6COnd sta 9 e reaction favorably adopts lower temperature than the first stage 

IS? Sa^tta. ? Pr6 f d0SS n0t aff6Ct the reacti0n e 9 uilib ri"m, low pressure level is applicable 
fa r L e ^ Ct '° n C ° nd,tl0n iS in 3 tem Perature range of from room temperature to 300 °C more preferablv 

M s3 ° r u° 1° 300 ° C> Pre,erab,y in 3 Pressure ran 9 e of fr °m atmospheric pressure 
erabH Z^nh 9 " er Pr6SS r jS Preferab,e b6CaUSe thS reactor volume Neverthe.es^ itfeno pS 

P essuSino ll TZr^ T that ° f the *— reaCti ° n because of the necessit V of a ^ional energj for 
n^a! f n 9 y *ST' Pa ° e Vel ° C,ty dependS on the intensit y of cata| V s t activity. A preferable space velodtv is 
22 ^nnoT 96 ° f f r ° m 1 °° t0 50000 ' /Kg - h ' and P a rticulariy preferable from 500 to 30000 l/kg-h tSS^SSS 
above 5 oooo ,kg-h results in failing to fully approach to the eguHibrium and failing to increase the^e.^oTdlmS 
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T^lJ^l^nZl T? ° f Cata ' ySt thS f irSt and SeC ° nd Sta9es depends on the activ "y ° f dividual catalysts 
Ige to 5 1 ( 96 S6C ° nd " n0rma " y " 3 ran9e ° f fr ° m 1 :1 0 ^ 1 0:1 , more preferab^in a 

Ed arfo..ows COnVereiDn ' S6leCtiVity ° f dim6thyl ether> and tHe Sel6Ctivrty ° f methancl refe - d to herein are 

Amount of CO gas charged to reactor (NI/min.):Fin(CO) 
Amount of CO gas discharged from reactor: Fout(CO) 
Amount of DME gas discharged from reactor: Fout(DME) 
Amount of MeOH gas discharged from reactor: Fout(MeOH) 
Amount of methane gas discharged from reactor: Fout(CH 4 ) 

(CO conversion). ^^(CO) x 100(%) 
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(Selectivity of dimethylether) = 2 x Fout(PME) 

' 2 X Fout(DME) + Fout(MeOH) + Fout(CH^) 



(Selectivity of methanol) = g tjt^i^ 2 ^^^ r- ~rr^ 

7 7 2 x Fout(DME) + Fout(MeOH) + Fout(CH 4 ) 



Example 
Example 1 



[0211] Applied apparatus is shown in Fig. 1 . The apparatus comprises a series of a first stage reactor 1 which is a 
slurry bed type and a second stage reactor 2 which is a fixed bed type. To the bottom of the first stage reactor 1 , a H 2 

is gas piping and a CO gas piping are connected, each of which is equipped with an automatic pressure control valve 
and with a mass flow rate controller (FRCA). The top of the first stage reactor 1 is connected to the bottom of the 
second stage reactor 2. The top of the second stage reactor 2 is connected to a gas-liquid separator 4 via a cooler 3. 
The gas exit of the gas-liquid separator 4 is connected to an exhaust line via a gas meter 5. The liquid exit of the gas- 
liquid separator 4 is connected lo a product storage lank 6. A branch is located on the line between the exit of the 

20 reactor 2 and the cooler 3, through which the composition of exit gas is analyzed. 
Catalyst A: CuO-ZnO-AI 2 0 3 catalyst 

[0212] Each of 1 85 g of copper nitrate (Cu(N0 3 ) 2 3H 2 0), 11 7 g of zinc nitrate (Zn(N0 3 ) 2 6H 2 0), and 52 g of aluminum 
nitrate (AI(N0 3 ) 3 9H 2 0) were dissolved into about 1 liter of ion-exchanged wator. Separately, about 1 .4 kg of sodium 
carbonate (Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water. Both of the solutions were added dropwisc 
25 to about 3 liters of ion-exchanged water in a stainless steel vessel which was controlled at about 60 °C within about 2 
hours while maintaining the contents to pH 7.0 ± 0.5. Then, the contents were allowed to stand for about 1 hour for 
aging. When, during the treatment, the pH value went out from a range of pH 7.0 ± 0.5, an aqueous solution of about 
1 mole/liter sodium carbonate was added dropwise to keep the range of pH 7.0 ± 0.5. The resulted precipitate was 
filtered, and the cake was rinsed by ion-exchanged water until nitric acid ion was not detected anymore. After the rinse, 
the cake was dried at 1 20 °C for 24 hours followed by calcining thereof in air at 350 °C for 5 hours to obtain the target 
catalyst. Analysis of thus obtained catalyst gave the composition as CuOiZnOiAfeOa = 
61:32:7 (by weight). 
Catalyst B: CuO-AI 2 0 3 catalyst 

[0213] A 15.7 g of copper acetate (Cu(CH 3 COO) 2 H 2 0) was dissolved into about 200 m! of ion-exchanged water. A 
35 95 g of y-alumina (N61 2, Nikki Kagaku Co.) was further added to the mixture. The mixture was then vaporized to dry. 

The dried material was calcined in air at 450 °C for 4 hours. The calcined material was treated in hydrogen gas stream 

at 400 °C for 3 hours to obtain a catalyst. Analysis of the catalyst gave the composition as Cu:Al 2 0 3 = 5:95 (by weight). 

[0214] Each of the catalyst thus prepared was pulverized in a ball mill to a particle size of 120 jim or less. 

[0215] The reactor (1) was filled with 5584 ml of n-hexadecane as the heating medium oil, 430 g of the catalyst A, 
40 and 21 5 g of catalyst B: that is, (catalyst A / catalyst B) = 2/1 , and (catalyst / heating medium oil) = 1 5/1 00. The reactor 

B was filled solely with 645 g of catalyst B. 

(Preliminary reduction) 

[0216] Under a condition of 10 kg/cm 2 of reactor pressure, 220 °C of reactor temperature, a mixed gas (H^H 2 = 1/4) 
was introduced lo the reactor at a flow rate of 10 l/min. for 12 hours lo conduct preliminary reduction. 

(Examples 1 through 4) 

so [0217] A mixed gas (H^CO = 1/1) was introduced to the reaction system at a flow rate of 80 l/min. The condition of 
the reactor 1 was kept unchanged at 50 kg/cm 2 of reaction pressure and 260 °C of reaction temperature, while the 
condition of the reactor 2 was changed for conducting the dimethyl ether synthesis. Gaschromato graph was used for 
analyzing the gas composition, and a gas meter was used to determine the gas flow rate at exit of the reaction system. 
Thus, the CO conversion and the selectivity of each reaction product (carbon molar basis, in the products excluding 

55 CQ 2 ) were computed. The result is shown in table 13. 
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Example 1 (Comparative Example) 


Example 2 


Example 3 


Example 4 


Pressure in the reactor (2) (kg/cm 2 ) 


i ica^iui wab Dy-paSSeO 


30 


10 


30 


Temperature in the reactor (2) (°C) 




240 


240 


260 


CO conversion(%) 


34.0 


42.4 


42.2 


41 .4 


DM E selectivity (%) 


67.1 


96.1 


94.4 


93.6 


Methanol selectivity(%) 


32.8 


3.8 


5.5 


6.3 


Methane selectivity(%) 


0.1 


0.1 


0.1 


0.1 



10 



15 



20 



(Examples 5 through 8) 

SSfUor T)Z Spfunc = h an 5 g ^ StSS ™ « 8 «™ "* " 667 ™> condition 

condition of the eactor^ ^SSSSSSS^ST "Tf^ ^ ° f reaC,i ° n tem P er *ture. while the 
as in Examples 1 through TtheTo ^ 

result is shown in Table u convers '° n and the selectivity of each reaction product were determined. The 





Example 5 (Comparative Example) 


Example 6 


Example 7 


Example 8 


Pressure in the reactor (2) (kg/cm 2 ) 


Reactor (2) was by-passed 


30 


10 




Temperature in the reactor (2) (°C) 


30 




240 


240 


260 


CO conversion(%) 


51.5 


66.4 


64.4 


64.9 


DM E selectivity (%) 


84.4 


94.9 


93.8 


93.2 


Methanol selectivity(%) 


15.3 


4.8 


5.9 


6.5 


Methane selectivity(%) 


0.3 


0.3 


0.3 


0.3 
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5=5£=S5sS=S~E===== 

EMBODIMENTS 

non-reacted gas. A^od^e^aS m!X? h ^ 93S ' ° r 8 meanS t0 ,Ully remove C °2 ,rom the 

level of Cojhrough^ 

operation. Th Sod i J""* T t0 ; em ° Ve there ° f thr ° Ugh -action-absorption 

and high operation cost to recover and \llZ Jit f tk ' 3 C ° mp ' eX pr ° CeSS> hi 9 h '"vestment cost, 

in DME ( SLmS^^Z^S^X « The J nventors focused ° n the solubility and absorbability of C02 

which was Separate from ™ ^h?IL^£T"^ ,rom the reaCted 9aS bv recvclin 9 a ^ <* DME 

absorbed. 2 non - reacted 9 as separation step (S2) and by using CQ 2 as a material being 

EgarTw^ 

^Si^^ 

th'e~ 

Si~E~~ 
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[0223] A mixed catalyst of a methanol synthesis catalyst and a methanol-dehydration catalyst is used as the dimethyl 
ether-synthesis catalyst, and, at need, further a water gas shift catalyst is added to the mixed catalyst system. Alter- 
natively, the water gas shift catalyst may be separately used to configure a two-stage reaction system. The present 
invention is applicable to any of these catalysts. 

5 [0224] Applicable methanol synthesis catalyst includes common industrial catalysts for methanol synthesis, such as 
those of copper oxide - zinc oxide system, zinc oxide - chromium oxide system, copper oxide - zinc oxide/chromium 
oxide system, copper oxide - zinc oxide/alumina system. Examples of methanol-dehydration catalyst are acid-base 
catalyst such as y-alumina, silica, silica-alumina, and zeolite. Examples of the metallic oxide ingredient in zeolite are 
oxide of alkali metal such as sodium and potassium, and oxide of alkali earth metal such as calcium and magnesium. 

10 Examples of water gas shift catalyst are copper oxide - zinc oxide system, copper oxide - chromium oxide - zinc oxide 
system, and iron oxide - chromium oxide system. Since methanol synthesis catalyst has a strong activity as a shift 
catalyst, it can substitute for the water gas shift catalyst. A copper oxide supported by alumina is applicable as methanol- 
dehydration catalyst and also as water gas shift catalyst. 

[0225] The mixing ratio of above-described methanol synthesis catalyst, methanol-dehydration catalyst, and water 
'5 gas shift catalyst is not specifically limited, and it depends on the kind of each ingredient and reaction condition. Normally 
the ratio is often in an approximate range of from 0.1 to 5 wt.parts of methanol-dehydration catalyst to 1 wt.parts of 
methanol synthesis catalyst, more preferably in an approximate range of from 0.2 to 2; in an approximate range of 
from 0.2 to 5 wt.parts of water gas shift catalyst, more preferably in an approximate range of from 0.5 to 3. When the 
methanol synthesis catalyst substitutes for the water gas shift catalyst, the above-described amount of the water gas 
20 shift catalyst is added to the amount of the methanol synthesis catalyst. 

[0226] The above-described catalysts are applicable to any type of reaction in fixed bed, fluidized bed," and slurry- 
bed type reactors. In particular, the slurry-bed reaction provides uniform temperature within the reactor and yields less 
by-products. The following description deals with the slurry-bed reaction as a typical mode. 

[0227] For the case of slurry-bod reaction, the catalyst is used in a fine powder shape. A preferable average particle 
25 size is 300 urn or less, more preferably in an approximate range of from 1 to 200 u.m, and most preferably in an 
approximate range of from 10 to 150 u,m. To prepare powder of that range of particle size, the catalysts may further 
be pulverized. 

[0228] Applicable kind of medium oil is arbitrary one if only the medium oil maintains liquid state under the reaction 
condition. For example, the medium oil may be hydrocarbons of aliphatic, aromatic, and alicyclic groups, alcohol, ether, 

30 ester, ketone, halide, or their mixture. Alternatively, gas oil after removing sulfur ingredients, vacuum gas oil, high 
boiling point distillates of coal tar after treated by hydrogenation, Fischer-Tropsch synthesis oil, and high boiling point 
food oil are also applicable as the medium oil. The amount of catalyst in solvent depends on the kind of solvent and 
the reaction condition. Normally, a preferable range of the catalyst is from 1 to 50 wt.% to the amount of solvent, more 
preferably in a range of from 2 to 30 wt.%. 

35 [0229] For the reaction condition in a slurry-bed reactor, a preferable reaction temperature in the reactor is in a range 
of from 150 to 400 °C, and particularly preferable in a range of from 250 to 350 °C. The reaction temperature below 
150 °C and above 400 °C degrades the conversion of carbon monoxide. A preferable reaction pressure is in a range 
of from 10 to 300 kg/cm 2 , more preferably in a range of from 15 to 150 kg/cm 2 , and most preferably in a range of from 
20 to 70 kg/cm 2 . The reaction pressure below 10 kg/cm 2 results in a low conversion of carbon monoxide, and that 

40 above 300 kg/cm 2 requires special design of reactor and is uneconomical because of the need of large amount of 
energy for pressurizing the system. A preferable space velocity (charge rate of mixed gas per 1 kg of catalyst under 
standard condition) is in a range of from 1 00 to 50000 l/kg-h, and particularly preferable from 500 to 30000 l/kg-h. The 
space velocity above 50000 l/kg-h degrades the conversion of carbon monoxide, and that below 100 l/kg-h is uneco- 
nomical because of the need of an excessively large reactor. 

[0230] Thus obtained reacted gas contains carbon dioxide, carbon monoxide, hydrogen, water, and methanol, adding 
to dimethyl ether, and further contains by-products such as methane, and impurities carried-in by the raw material gas. 
An approximate composition of the reacted gas is: 1 to 40% of dimethyl ether, normally 3 to 25%: 1 to 40% of carbon 
dioxide, normally 3 to 25%; 1 0 to 70% of carbon monoxide, normally 20 to 50%; 1 0 to 70% of hydrogen, normally 20 
to 50%; 0.2 to 5% of methanol, normally 0.5 to 3%; 0.05 to 0.8% of water, normally 0.1 to 0.5%; and 0 to 5% of other 
50 ingredients. 

[0231 ] Arbitrary means is applicable to separate dimethyl ether from the reacted gas, and a method to use difference 
in condensation temperature or to use difference in boiling point is a preferable one. For the case that the difference 
in condensation temperature is used, firstly methanol and water condense during the passage of cooling of reacted 
gas. The condensate may be utilized for other uses or may be further separated into water and methanol, and the 
55 methanol may be recycled to the reactor. Further cooling of the reacted gas induces the condensation of dimethyl ether 
to which carbon dioxide dissolves thereinto, while leaving carbon monoxide and hydrogen, which are the non-reacted 
gas ingredients, in the gas phase. Separation of carbon dioxide from dimethyl ether may be conducted by distillation. 
[0232] According to the method of the present invention, the above-described carbon monoxide and hydrogen as 
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ZlZl'^T 6 T V* ^ 0Ught int ° C ° ntaCt W " h the liquid dimeth y' ^her which was treated in the CO, separator to 
n,T?l T ItTl 6 Carb ° n di ° Xide - Thus the Carbon dioxide existi "9 in the non-reacted gas is removed by SsSfv no 

gas ^IXX^^l ^ r" 63 ^ 938 SSParat0r may bS US6d if ^ MP"-^^S3 
« Z ^ ma.nta.ns the contact thereof by each other in a satisfactory degree Examples of the 

2 ^ f f e "- tUbe heat eXCnan 9 er with a liQuid h °Wer, and a tank holding liquefied SEitv^XTwi an 
mjecto of reacted gas thereinto. By the contact of reacted gas with dimethyl ether, CQ 2 is dissolved and absorbed 

llulZ l 6thyl ether The lk ' u « hc *>» of dimeth W ^her occurs at -25<C under atmospheric pressure The 
hquefact,on becomes easy and the CG 2 solubi.ity increases with increased pressure (partial prJweol^ZTeto*) 
and decreased temperature. When the separation temperature is low, the CO, separation efficiency inches buftK 
nece SSary scale of refrigerator a|so jncreases fc jncrease ^ 2 S^Tor^lZmotZl 

of the non-reacted gas separator is in a range of from 0 to -70-C, more preferably from -to to Zt i r^L^Z 
separat.cn stage may normally be the same with that of the reaction process P * 

[0233] The amount of recycling dimethyl ether is in a range of from 1 to 10 fold of the amount of CO in th* r» a ^H 

sss" e^sr ?; the ,iquid dimethyi e,her - and more preferabiy in a ^i°ffromi si r ed 

[UZ34] Based on the following definitions, the formulae 1 through 3 are derived. 

Flow rate of CO gas fed to reactor (NI/min.):Fin(CO) 
Flow rate of CO gas discharged from reactor: Fout( CO) 
Flow rate of DME gas discharged from reactor: Fout(DME) 
Flow rate of MeOH gas discharged from reactor: Fount(MeOH) 
Flow rate of methane gas discharged from reactor: Fout(CH 4 ) 

(COconversion) = ^^99) x 1Q0(%) 
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(Selectivity of dimethyiether) = 2x Fout(DME) 

2 X Fout(DME) + Fout(MeOH) + Fout(CH 4 ) 

(Selectivity of methanol) = Fout(MeOH) 

2 x Fout(DME) + Fout(MeOH) + Fout(CH 4 ) 

F h" 3 , S , h ° W , S J an exam P' e of a PParatus applied to the method according to the present invention The aooaratus 

t^JZ!!?? 9 k ° ME feCyC,e Hne 111 WhiCh brancheS from the ™E «ne 1 09 cS SS Jo 'seSor 
S3 and which returns to the non-reacted gas separator S2 2 separator 

5h IS' 4 en,ar9ed VieW ° f the non - rea <*ed gas separator S2 used in the apparatus of Fig 3 The non- 

Example 
Example 1 

Sfmm o? eaCti °w n eXperiment was inducted using an apparatus shown in Fig. 3 adopting a bubble-tower reactor R 
90 mm of ,nner d.ameter, 2000 mm of height) under a reaction condition of 280 -C and ^30 kg/£S^,I ^ent oHhe 

wS froTth 9 ° f Cata,ySt P0Wd6r Wfth 5730 9 ° f "-n-adecane. The unit S 1^^ ^ 

water from the reactor ex.t gas, and discharge the separated methanol and water and discharged SerTof throuah a 

a ^ecyde » *Z Z tZT * Z**?™* The refined non-reacted gas was recyc.ed to the inlet of reactor via 
andTvdro^n aL Z„ C ° nS " med CO 9 as and h V dr °9 en 9" were supplied, and the fiow rate through a CO gas 

tnltt ofreac" r ?o 3 ^l/min P S* \° 1 * maintain the f '° W ° f CO 9- a " d 9as aUhe 

h frZZTZ J N ! /m ' n J he rec y cle 9^s contains CO z gas left un-separated in the S2 unit, and the purge rate of 
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The purge rate of the recycle gas in the above case was 3.8%, and the loss of CO gas and hydrogen gas relative to 
the make up rate was 5.0% and 3.4%, respectively. 

Comparative Example 1 

5 

[0238] An experiment was conducted under the same condition with Example 1 except that the DME from which 
C0 2 was removed in the S3 unit was not recycled. The purge rate of the recycle gas in that case was 29.7%, and the 
loss of CO gas and hydrogen gas relative to the make up rate was 29.1 % and 21 .5%, respectively. 

10 Example 2 

[0239] Using a vessel with a cooling jacket, which is shown in Fig. 4, a test gas (C0 2 :DME:CO:H 2 = 10:10:40:40) 
was introduced to the reactor at a flow rate of 50 mmole/min. through a line 1 03, and DME was introduced to the reactor 
at a flow rate of 5 mmole/min. through a line 111 . At the same time, a discharged gas was collected through a line 1 07, 
and DME was withdrawn from the reactor through a line 1 06 to maintain the amount of liquefied DME in the vessel at 
a fixed level. The internal pressure of the vessel was 50 kg/cm 2 G, and the internal temperature of the vessel was 
-30°C. The collected gas flow rate was determined by a gas meter, and the composition thereof was analyzed by a 
gas-chromatograph (detector: TCD). The C0 2 In the discharged gas was 1 .9 mmole/min. and the C0 2 separation 
efficiency was 38%. 
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Example 3 



[0240] An experiment was conducted under the same condition with Example 2 except that the DME introduction 
flow rate through the line 111 was set to 10 mmole/min. The C0 2 in the discharged gas was 2.6 mmole/min. and the 
25 C0 2 separation efficiency was 52%. 

Example 4 

[0241] An experiment was conducted under the same condition with Example 2 except that the DME introduction 
30 flow rate through the line 111 was set to 20 mmole/min. The C0 2 in the discharged gas was 4.1 mmole/min. and the 
C0 2 separation efficiency was 82%. 

Comparative Example 2 

[0242] An experiment was conducted under the same condition with Example 2 except that the DME introduction 
through the line 111 was not applied. The C0 2 in the discharged gas was 1.0 mmole/min. and the C0 2 separation 
efficiency was 20%. 

Example 5 

[0243] An experiment was conducted under the same condition with Example 3 except that the internal temperature 
of the vessel was set to -40°C. The C0 2 in the discharged gas was 3.1 mmole/min. and the CO. separation efficiency 
was 62%. 

4 * Example 6 

[0244] An experiment was conducted under the same condition with Example 3 except that the internal temperature 
of the vessel was set to -25°C. The C0 2 in the discharged gas was 2.4 mmole/min. and the CO- separation efficiency 
was 48%. 

so [0245] The method according to the present invention suppresses the CO z concentration in the recycle gas to a low 
level, and maintains the CO conversion in DME synthesis reaction to a high level. Since the method allows to minimize 
the purge of the recycle gas or does not need to purge thereof, both CO and H 2 are effectively utilized. In addition, the 
method allows to use the product DME as a C0 2 absorbent which is readily separated from the reacted products, and 
the process becomes a simple one. 



EMBODIMENT 7 



[0246] The present invention relates to an apparatus for manufacturing dimethyl ether comprising: a slurry-bed 
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actor filled with a dimethyl ether-synthesis catalyst and a medium oil therefor; a condenser for condensing a gasified 

fTom7e m2£TSS f T ^TT 1 3 d6SU " Uri2ati0n tankforadso * in g t0 - m ^«^alyst-deactivation ingredient 
Zl! th h condensed in the condenser: and a recycle line for recycling the medium oil by connecting the 

Drisfnc til «l^TfHn- desulfuri2ation tank - And relate « to a method for manufacturing dimethyl ether com- 

£2S!E£ ■ T 9 a matenal 938 containina at lea «t carbon monoxide and hydrogen contact a slurry of a 

^S^^!^T r ' U)f T^ CBt r ' ySt 10 8 mediUm C0 ° ,in9 3 reaCti ° n Pr ° dUCt 9aS Qenerated f ™ a ^ic 
IthS w ?th ♦ T 6 8 9aSlfied mediUm 0il Carried a,on 9 with the reaction P rodu ct gas; obtaining dimethyl 

the medium oil free of catalyst-deactivation ingredient to the slurry. ^ 
K ^ 'aactoraccording to the present invention may be arbitrary type if only it is a slurry-bed type. 
}S£L V ll : Xher ; s J nthesis cata 'V st according to the present invention is a mixture of a methanol synthesis 
sv2m Th me ha " 0 '; d ^ydration catalyst, and, at need, a water gas shift catalyst is further added to t e catS 
fTm l f G Mta ySt m 9 redients mav be used »" « mixed state, or the water gas shift catalyst may be separated 

LrtSesTa^'f * in rH dientS t0 COnfi9Ure 3 1 "° St " e reaCti0n SyStem - Tha P resent inventions ^ppSbte tor 
any types of above-descnbed catalyst systems. HH 

E ™T PleS H ° f methan °' synthesis catalyst are copper oxide - zinc oxide system, zinc oxide - chromium oxide 
s ^ fm™ P oxide/chramium system, copper oxide - zinc oxide/alumina system which clSys* 

base c^, T° ' i0 indUStrial methan °' SynthSSiS - EXam P' eS 0f -ethanol-dehydration catalyst aS 
iJ^?j£^rT ,na " S H iCa ' SiliCa - alUmi " a - and Me Exam P |es °< "» metallic oxide ingredient in zeolite 
? 83 SOd ' Um and P otassium - and oxide of alkali earth metal such as calcium and magnesium 

siZ and r 9 h S t Cata ' ySt ^ C ° PPer ° Xide • Zin ° ° Xide SyStem " c °PP er oxide - chr °™ «««* - zinc oxTe 
caS ?t can subsmut. J™ 1 """ 1 * Since met hano. synthesis catalyst has a strong activity as a shift 

dSon ;„t2^t w T Wat6r 938 Sh ' ft Ca,alySt A °° Pper 0Xide su PPcrted by alumina is applicable as dehy- 

dration catalyst and also as water gas shift catalyst. y 

Sift It!, m ! Xin9 °l ; above - desc ribed methanol synthesis catalyst, methanol-dehydration catalyst, and water 
tlhl JtSis olS ITT^*!!"*"' and « °n the kind of each ingredient andLction condLn. Norma^ 

^!tht!° t t a PP roxim ate range of from 0.1 to 5 wt.parts of methanol-dehydration catalyst to 1 wt parts of 

fTom 02 oT^r rt ror ys !' more p :f rab,y in an app ™ ,e - *™ °* to 2; in an ^.l^ss s 

mThono T" P , W 6r 933 Shm CatalySt ' m ° re P refera bly in an approximate range of from 0.5 to 3 When the 
methane synthesis catalyst substitutes for the water gas shift catalyst, the above-described amount of the water gas 
shift catalyst is added to the amount of the methanol synthesis catalyst 9 

fes 2 s 51 lrIt e tr»l deSCribed Cata ' yS,S arS US6d 8 P ° Wder Sta,e - A preferable avera 9 e P artic 'e size is 300 urn or 
rom 10 to 150 urn I n ™ approx,mate ; an 9 e « «™ 1 to 200 urn. and most preferabfy in an approximate range of 
02521 a!S' I Prepare powder of that ran 9 e C Panicle size, the catalysts may further be pulverized. 

con JL Examo.es Tf Z ™ ™ !* ™ " ^ mediUm ° H maintains ,iauid state under the taction 

ISl Tt' T P ! ed ' Um °" are hvdr °carbons of aliphatic, aromatic, and alicyclic groups, alcohol ether 

SLoltdiS t 6 ' °\ ^ T miXtUrC - Alternatively 9 as oil amoving sulfur ingredients vacuum gas oil high' 
ioTjT^ t J 03 ' ^ aft6r treat6d by hvdro 9 enation . Rscher-Tropsch synthesis oil, and high boiling poTnt 
he reaction condSTo^V " "^""k, 0 "- am ° Unt ° f CatalySt ,n S °' Vent depends on the kind « -Ivemand 

^^^Cr-ZT^T' - ran9e of the cata,yst is from 1 10 50 wt% t0 the ^ oun, of s ^ ent ' more 

HeaTixch^ iS ^ " -V « «—""" prized medium oH. 

t [ ?et!!so*irm a ll C f ' ySt deaCt ! Vati0n in g re *ents is preferably carried out using an adsorbent. Applicable type of 
the adsorbent may be the commonly used one such as r alumina, activated carbon, and zeolite adsorber Necessarv 

eZmor thaTc^f deP6ndS °," ^ °' the apP ' iSd Number ofadso^pre7 

S u ? , l ° 6nSUre cont,nuous adsorption operation during regeneration cycle of an adsorber. 

S A mLn^ e t St K b 'i? eS 9 reCyC ' e PaSSage thr ° Ugh the S ' Urry - bed reactor ' the condenser, and the ad- 

sorber. A means to prevent backflow is located in the line. The backflow-preventive means may be a simple check 
valve or may be a forced circulation system using a pump Y P 

v°a^n2^ 

™ 5?1 7 he .T°, lar miXing rati ° ° f n y droaen and carbon monoxide, (H^CO), may be in a range of from 0 5 to 3 0 
more preferably from 0.8 to 2.0. In the case of a mixed gas with signtficantly low ratio of (H^CO) for exTmple 0 5 or 

Case f t S0,e Carb ° n m ° n0Xide Without hydro 9 e n. « is necessary to separate^ V steam 

z^j^^jT?rr* into hydrogen and carbon dioxide wtthin the ^ act ° r - The -^£2 s 

2i' 5 2t J e am ° unt of carbon monoxide to be converted (equal to the insufficient amount of hydrogen) The 
amount of carbon diox.de becomes the same molar amount of the converted carbon monoxide. Examples of that type 



36 

BNSDOCID: tEP 1174408A1_I_> 



EP 1 174 408 A1 



of raw material gas are coal gasified gas, synthesis gas derived from natural gas, and methane in coal stratum. When 
sulfur compounds exist in the raw material gas, a preliminary desulfurization is needed to prevent catalyst deactivation. 
The desulfurization treatment reduces the concentration of sulfur compounds to several hundreds of ppm or less, 
normally in an approximate range of from 50 to 200 ppm. Sulfur compounds include SOx, H 2 S, and COS. 
[0258] A preferable reaction temperature in the slurry-bed reactor is in a range of from 1 50 to 400°C, and particularly 
preferable in a range of from 250 to 350°C. The reaction temperature below 150°C and above 400°C degrades the 
conversion of carbon monoxide. A preferable reaction pressure is in a range of from 1 0 to 300 kg/cm 2 , more preferably 
in a range of from 15 to 150 kg/cm 2 , and most preferably in a range of from 20 to 70 kg/cm 2 . The reaction pressure 
below 10 kg/cm 2 results in a low conversion of carbon monoxide, and that above 300 kg/cm 2 requires special design 
of reactor and is uneconomical because of the need of large amount of energy for pressurizing the system. A preferable 
space velocity (charge rate of mixed gas per 1 kg of catalyst under standard condition) is in a range of from 100 to 
50000 l/kg.h, and particularly preferable from 500 to 30000 l/kg-h. The space velocity above 50000 l/kg-h degrades 
the conversion of carbon monoxide, and that below 100 l/kg*h is uneconomical because of the need of an excessively 
large reactor. 

[0259] A condition for eliminating the catalyst deactivation ingredients is to reduce the concentration of catalyst de- 
activation ingredients remained in the medium oil after removing thereof by adsorption to 100 ppm or less, more pref- 
erably to 50 ppm or less. 



Example 

20 

(Example 1) 

[0260] Fig. 5 shows an apparatus for manufacturing dimethyl ether as an example according to the present invention. 
The apparatus comprises a slurry reactor 201, a condenser 202, a gas-liquid separator 203, an adsorber 204, and a 

2* pump 205. These units are connected each other by pipes to form a recirculation line 206. A raw material gas is charged 
to the bottom of the slurry reactor 201 via a raw material gas feed pipe 207. A medium oil which is vaporized from the 
slurry reactor 201 or which is discharged from the slurry reactor 201 along with a high temperature reacted gas is 
cooled to a temperature of condensing point or below by exchanging heat thereof in the condenser 202. The cooled 
and partially condensed medium oil enters the gas-liquid separator 203 to separate thereof to reacted products and 

30 non-reacted gas. Thus separated and collected medium oil is sent to the adsorber 204, where the catalyst deactivation 
ingredients are adsorbed to remove thereof from the medium oil. The clean medium oil is then recycled to the reactor 
201 by the pump 205 to maintain the concentration of catalyst deactivation ingredients in the medium oil at a low level. 
The desulfurization in the adsorption-desulfurization tank 204 may be carried out under the same high pressure con- 
dition with that in the reactor or may be conducted at atmospheric pressure after depressurizing. The number of ad- 

35 sorbers 204 may be two or more for alternative use. 

[0261] An gas-flow type autoclave was used as the slurry-bed reactor. The reaction experiment was carried out under 
the conditions of 30 kg/cm 2 G of pressure, 2B0 °C of temperature. The charged raw material gas contained carbon 
monoxide and hydrogen at a ratio of 1 :1 . The ratio of the weight of catalyst to the molar flow rate of carbon monoxide 
was W/F = 4.0 g-cat. h/CO-mole. The used medium oil contained different levels of dissolved sulfur ingredient con- 
centration for each run. The applied catalyst was a mixture of methanol synthesis catalyst of copper-zinc-alumina 
system and methanol-dehydration catalyst of copper-alumina system at a weight ratio of 2 to 1 , both in powder form. 
[0262] A medium oil was n-cetane contained no sulfur ingredient. A medium oil was industrial gas oil 1 which was 
refined to a level of 250 ppm of sulfur ingredients. A medium oil was industrial gas oil 2 which was refined to a level of 
100 ppm of sulfur ingredients. A medium oil was industrial gas oil 3 which was refined to a level of 50 ppm of sulfur 

«s ingredients. 

[0263] The resulted conversion of carbon monoxide was: 50.5% in n-cetane medium oil, B.1% in industrial gas oil 1 
containing 250 ppm of sulfur ingredients, 35.2% in industrial gas oil 2 containing 100 ppm of sulfur ingredients, and 
45.6% in industrial gas oil 3 containing 50 ppm of sulfur ingredients. Therefore, according to the present invention, the 
concentration of sulfur ingredients in a medium oil afterthe sulfur ingredients were removed by adsorption is necessary 
so to 1 00 ppm or less, and preferable to 50 ppm or less. 

[0264] The above-described experimental result is shown in Table 15. The reaction ratio is expressed by the con- 
version of carbon monoxide, a raw material, on molar basis. 



Table 15 



Medium oil 


Concentration of dissolved sulfur ingredients 
(ppm) 


Carbon monoxide conversion (C-mol%) 


Industrial gas oil 1 


250 


8.1 
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Medium oil 


Concentration of dissolved sulfur ingredients 
(ppm) 


Carbon monoxide conversion (C-mo!%) 


Industrial gas oil 2 
Industrial gas oil 3 


100 
50 


35.2 
45.6 



10 



15 



20 



[0265] For the case that a n-cetane having 286.8 -C of boiling point and 226 of molecular weight was used as the 
medium oil. and that the internal condition of the reactor was set to 30 kg/cr^G, 280 »c. W/F (ratio of catalyst weiaht 
to raw material gas carbon monoxide) = 6 kg-cat/CO-kg.mol, and20wt.% of slurry concentration, the calculated amount 
of medium oi d.scharged from the reactor determined from a vapor-liquid equilibrium relation under the internal con- 
tactor ' * ab ° Ut 50 ° /o/h in termS °' W6i9ht rati ° t0 th6 initiaNy SXisting amount of the medium oil in the 
[0266] Actual discharge amount of the medium oil is, however, less than the calculated value owing to the temperature 

of m^hL oi!? 6 ' ^1* thareactor and t0 0ther variables - Nevertheless, under a normal condition, sufficient amount 
of medium oil for rectifying thereof recirculates to the adsorber 204 in Fig. 5. 

(Example 2) 

in Table uT™ Pr ° CedUre 33 Exam P ,e 1 was conducted using the medium oils listed in Table 1 6. The result is shown 



Medium oil 


Concentration of dissolved metallic carbonyl 
(ppm) 


Conversion of carbon monoxide (C-mol%) 


Industrial gas oil 4 
industrial gas oil 5 
Industrial gas oil 6 
Industrial gas oil 7 
Industrial gas oil 8 
Industrial gas oil 9 


230 (iron carbonyl) 
51 (iron carbonyl) 
3 (iron carbonyl) 
190 (nickel carbonyl) 
45 (nickel carbonyl) 
2 (nickel carbonyl) 


9.2 
32.7 
44.8 

7.6 
31.1 
43.6 
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35 (Example 3) 

Si.nt C0 ?h inUOS I ,0W hi ? h pressure reaction aas used to suppress continuously the concentration of sulfur 
cXmTed m effectiveness of the apparatus and method according to the present invention was 

S 2 ? 1 T o e . D aPP !i ed apparatus is shown in R 9- 6 Add 'ng to *e configuration of the apparatus in Fig. 5, a second 
rn^n," 8 ^ ase °ond gas-liquid separator 209 are locatedtothe gas exhaust line of the gas-liquid separator203 

10270] The reacted and refined gas which was separated from medium oil in the gas-liquid separator 203 is cooled 
in the second condenser 208, and is then separated into liquid phase containing dimethyl ether, methanol and water 
and gas phase containing non-reacted gas and carbon dioxide in the second gas-liquid separator209. The liquid phase 
is recovered through a line 21 0, and the gas phase is recovered through a line 211 

l H. 2 r ] T hS r aCti ° n condition was the same with that in Example 1 . The raw material charged to the reactor was a 
m?H 3 , mon ° Xide and hydr ° 9en 3t 1:1 rati ° conta inin9 600 ppm of hydrogen sulfide as the impurity. The 
Snf^' Um ,° was , n - cetane containing no sulfur ingredient. The adsorbent used was granular ^alumina. A suf- 
iS rSSc ^ adsort) O er20 S 4 ^ d6SU,fUri2e the hydr ° 9en sutt ' de dis ^ lved in *e medium oil was charged 

[0272] Result of the reaction is shown in Figs. 7 and 8. 

!S?!L T I S ^ WS H£ ° han9e in concentrat ion <>f sulfur ingredients in the medium oil for the case of empty adsorber 
lTncZi^nt°£ er 204 , COntai ": n 9 ad s°rbent. For the case of application of desulfurization treatment, the sulfur 

h ^ ,? 9 med ' Um 0N iS kSpt 10 near 2er ° ,evel - For the case of non-application of desulfurization 

mSH ' ever> the sulfur concentration in the medium oil increases with the operating time 
[0274] Fig 8 shows the change in conversion of carbon monoxide as a raw material responding to the change in 
suKur .ngredients wrth th,. shown in Fig. 7. For the case of application of desulfurization treatment the conversion of 
carbon monox.de as a raw material keeps nearly the initial level. For the case of non-application of desulfurization 
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treatment, however, the conversion of carbon monoxide as a raw material shows an abrupt decrease with time. The 
phenomena prove the effectiveness of the present invention. 

[0275] According to the apparatus and method of present invention, a raw material mixed gas consisting mainly of 
carbon monoxide in a coal gasified gas, a synthesis gas produced from natural gas, or the like, and hydrogen is charged 
to a slurry of reaction catalyst with medium oil in a reactor to synthesize dimethyl ether, wherein the slight amount of 
catalyst deactivation ingredients existing in the raw material gas is continuously removed to maintain the concentration 
of catalyst deactivation ingredients in the medium oil to a low level, thus keeping a high catalyst activity for a long period. 

EMBODIMENT 8 
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[0276] The present invention relates to a slurry-bed reactor which comprises: a catalyst reaction layer in a state of 
slurry of a suspending powder catalyst with a high boiling point medium oil, charging a reaction raw material gas thereto 
at a bottom portion of the reactor; a condenser to condense the medium oil vaporized from the catalyst slurry layer 
inside of the reactor, wherein the condenser and the catalyst slurry layer are separated from each other by a separation 
*s member having a liquid seal mechanism to form a condensation chamber. 

[0277] The reactor according to the present invention is a slurry-bed reactor, and the section for holding catalyst 
slurry as the slurry-bed is equipped with a cooling mechanism for removing reaction heat. 

[0278] At upper space of the reactor, a condenser is installed to condense the high boiling point medium oil vaporized 
from the catalyst slurry bed. The condenser may be arbitrary type, and a preferable one is multi-lube type. When the 
upper space in the reactor is insufficient for installing the condenser, the upper portion of the reactor may be extended 
in length or extending in diameter to secure the space for install area thereof. 

[0279] The condenser and the catalyst slurry bed are separated from each other by a separation member having a 
liquid seal mechanism to create a condensation chamber that is separated from the catalyst slurry bed. The liquid seal 
mechanism means a mechanism that allows to pass a gas freely therethrough in an empty state and that prohibits gas 
passing freely therethrough when the mechanism is filled with liquid while the gas is allowed to pass the filled liquid 
by a pressure difference or by dissolving into and vaporizing from the filled liquid. An example of a preferred liquid seal 
member is bubble-cap plate which is used in distillation column. 

[0280] There is a need to prepare a return line for smoothly returning the medium oil condensed in the condensation 
chamber to the catalyst slurry layer. The return line is required to maintain the independence of the condensation 
30 chamber from the catalyst slurry layer. Accordingly, the line has a sealed structure separate from the space between 
the catalyst slurry layer and the condensation chamber. In addition, for assuring the independence of the line exit, it is 
preferable to apply a liquid seal mechanism. In that case, the discharge opening of the liquid seal mechanism is nec- 
essary at a lower level than the liquid level in the liquid seal mechanism of the separation member so as the condensed 
liquid to be collected to the return line and to be discharged into the catalyst slurry layer. It is also preferable that the 
lower end of the return line is positioned inside of the catalyst slurry layer to let the catalyst slurry layer function as the 
liquid seal mechanism. In any way, it is preferable that the return of condensed liquid to the catalyst slurry layer is done 
by natural flow down motion. 

[0281] The sections in the reactor other than the above-described sections may be similar with those in conventional 
reactors. The raw material gas charge line is connected to the bottom or near the bottom of the reactor. The reaction 
product gas discharge line is connected to the top or near the top of the reactor. For the case of dimethyl ether-synthesis 
reactor, the recycle line of a mixed gas of carbon monoxide and hydrogen separated from the reaction product gas is 
connected to either the passage of the raw material gas charge line or the reactor directly. In addition, instruments 
such as pressure gauge and thermometer, and if necessary, agitator and auxiliary raw material charge line may be 
mounted to the reactor. 

[0282] A dimethyl ether-synthesis apparatus that contains the dimethyl ether-synthesis reactor using the reactor 
according to the present invention may be the same configuration with conventional apparatus except that the con- 
denser to condense the medium oil and the gas-liquid separator to separate the condensed medium oil are not required. 
That is, at the exit of the reactor, a series of equipment are connected in a sequent order of: a methanol-water separator 
which cools the reaction product gas to condense methanol and water to separate them from the gas phase; a non- 
reacted gas separator which further cools the gas to condense dimethyl ether and carbon dioxide, thus separating 
thereof from carbon monoxide and hydrogen; and a C0 2 separator which separates dimethyl ether and carbon dioxide 
from the condensed mixture. Each of the methanol-water separator and the non-reacted gas separator may further be 
divided into a condenser and a gas-liquid separator. Alternatively, methanol, water, dimethyl ether, and carbon dioxide 
may be condensed or solidified together, then carbon monoxide and hydrogen may be separated, followed by sepa- 
55 rating dimethyl ether from the condensed solid. 

[0283] Fig. 11 shows an example of the apparatus implementing the above-described alternative method. The ap- 
paratus comprises a reactor R, a methanol-water separator S1 , a non-reacted gas separator S2, and a C0 2 separator 
S3. A raw material gas charge line 302 is connected to the bottom of the reactor Ft. To the raw material gas charge 
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IZ l 02 ' \ mf * e - up < fresh > 9 as line 301 trough which the fresh raw material gas is supplied, and a recycle oas line 

disc £E£r2J. 6 n0n rf C ° Ha 93SeS are SUPPlied are COnnec ' ed A product gaste'Sa o 

discharge the reaction products connects the top of the reactor R to the inlet of the methanol-water separator SI A 
methanol-water .me 304 is connected to the exit of methanol-water separator S1. A reactto pmduct ga^e 305 it 
S3? d 6 ° f rOaCti0n Pr ° dUCtS ° n the me thano.-water separator 81 . Other end of dEE^pE^ 
Ttul ^T l°T e ' nlet ° f non - reac,ed 9 as se P^tor S2. Other end of the recycle gas line 7 is conn^ed 
ou me nnet hTh f ' °" ^ non - reacted 9 as separator. The recycle gas line 7 is provided with a branched 
ZZTLV ^ Par1 ° f th6 9aS - A DME ' C °2 line 306 is co "^cted to the exit of DME, C0 2 on the non 

10 T£^L ? P Z at ZT- ° th6r Snd ° f the ° ME ' C °2 line 306 is connected * the CQ 2 separator S3 A CO, Hne 308 
Separator £ 2 "* ™ °° 2 ^ * ° ME ' ine 309 is Connected » ^ •* " DME Ion the CO, 

US* 1 1 ^ h6n th f reaCt ° r accordin 9 t0 the P resen » invention is used as the dimethyl ether-synthesis reactor a mixed 

£25 to £?? Vf! ^ 3 ™* a -'- dah y d ' a t- catalyst is used as th/dJ^SS^S 

« rolif Aoi lh ! , h' r ' 8 need ' fUrth6r 3 WatSr 935 Shifl Cata,yst is added 10 the mixed ^alyst system. 

Snrift on P Ih f 0f meC " Um 0H iS arbitrary 0ne * on, y the medium oil maintains liquid state under the reaction 

h f T ° f dimethy ' eth6r SymheSiS: f ° r example ' ,he medium oil ™V * hydrocarbon of afpha™ 

SSTSrS?^ 9r ° UPS ' a ' COh01 ' 6ther ' 6Sten ket0n6 ' ha,ide ' ° r their mixture - Alternatively, gas oh arte removing 

T^h 9 ^ ^ T 935 0M ' " igh b0iNn9 P ° int disti,lates of coal tar aft er treated by hydrogenation TfcSr 
- IS deoenSon h "? ?? "T^ 9 f °° d °" ^ a ' S ° apP ' iCab,e as lhe medium oil Tha — "l of oa^sUn 

Tto 50 wt o/ to thl , ? S0lV6nt and the reaCti ° n COnditi ° n - Norma "y' a pre,erab,e ™9e of the catafyst is from 

moo!? ^ /ototneamountofsolven t. more preferably in a range of from 2 to 30 wt% 

of^om iSt In, aS .n 0f di !T ethy ' ethers y nthesis taction, a preferable reaction temperature in the reactoris in a range 

150°C and above°4o 0 -cT^T^ 8 range O,fr0m 250 t0 350 ° C " The reacti °" temperature blw 

* of from 300 k ic^ t^ 0 "^ 0 " ° f Ca * on ~ ide - A Preferable reaction pressure is in a range 

20 o^0 klm2 T? T Preferably .n a range of from 15 to 150 kg/cm* and most preferably in a range of from 

above ^^Jr J^ ^ ^ 1 ° reSU,tS h 3 ,0W Conversion ° f carb °" monoxide and that 

above 300 kg/cm* requ.res special design of reactor and is uneconomical because of the need of lame amount of 

? P T U ?. ing SyStSm A Pref6rab,e SpaCe Velocit V < char 9 e rat e of mixed gas per 1 kg o f cSalst unLe 
standard condition) is in a range of from 1 00 to 50000 l/kg-h , and particularly preferable from 500 to 30000 £ h Th^ 

nomillh ab TK 5000 ° l/kg - h d6gradeS the C ° nVerSi0n ° f Carbon ™ n °* da - that below 00 £ uneco 
nomical because of the need of an excessively large reactor. 

Example 

e^v!^ 

Kls^SSw 3 ^ ° f ^ R iS in 8 CylindriCa ' Shape - A Slurr y- bed chamber 31 1 loc ated at lower part of the 

body 313 is filled wrth a catalyst slurry 318. A heat transfer tube 317 is located in the catalyst slurry chase 318 tn 

ofr e bodv C 3l 0 3 n rSa f ° r ^ 313 " 6Xtended UpWard ' and a -ndensatior cSS? 3 « « ujper portion 

P pe 31 9 ^00 Lcted Th 3 314 t0 C ° ndense a medium to wbi - b condenser 314 a cSant 

h 1! k, if ° onnected - The condensat,on chamber 312 and the slurry-bed chamber 31 1 are separated from each other 

thereT^^ 

condfn^S, 3 H CaP 321 ° n e3Ch ° f thS Sh ° rt Pipes 32a ,n an operatin 9 st ete, the medium oil condensed in he 

and Te cat 32 l o tSZZZ?"- T° 1°? hS ' d there ° n ' WhiCh h °' d - UP fi " S the 9 ap between the short p^e 32^ 
rnnrion c h „. •? ' qU ' d SeaL A downcom er 316 is located atone side of the plate 315 to return the 

■Cesjs i rr t7 iayer 318, and the ,ower end ° f the downc ° mer ^ 

oLe7 o«o matenal gas line 302 is connected lo the bottom of the reactor body 31 3 and a reaction oroduct 

d^tiorcatairr" 6 ?' J tOP ther60f - A P ° Wder ° f 8 methan01 s ^ hesis cata ^ "d a meS-dehT 

To me ca^s fa hTbonin^ rea f° r J ^ I^"' ^ need ' P ° Wd6r ° f 3 Water 938 sh « catal ^ is mixed thereinto. 
weSh, is added not^T^ P ° lnt ^ d,Um °" SUCh as havi r-9 286.8 -C of boiling point and 226 of molecular 

Il l f k Uny ° f the Cata ' ySt With liquid - Concentration of the slurry is at around 20 wt % A raw 

rough thrpipelcJinTrf 5 TlT* ^ aS - ain raw materials! t PP "e^ 

hr«unh T a f t , ? ? Sr Part ° f the reaCt ° r R " The raw material 9 as reacts during the ascending passaae 
through the catalyst slurry layer 318, and the reacted products are discharged from the pipe 303 at top o tne reactor 
T^e reachon is carried out under a condition of 30 kg/cm2 G 280 °C and W/F -ei™ rat/rn f f ■ 

?heix,Th (W/F r eratioo,theweigM ^ 

^7 y ifi r ! yn,heS ' S ,S 3 si 9mficantly exothermic reaction, a heat transfer tube 317 is located in the cal 
slurry layer 31 8 wrthrn the reactor R to remove the reaction heat. During the operation of the reactoUhe u PP e! 222 
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the bubble-cap plate 315 is covered with the cooled and condensed high boiling point medium oil. As a result, a part 
of the vapor of high boiling point medium oil came from lower section of the reactor is caught by the liquid high boiling 
point medium oil during the passage of crossing the bubble-cap plate 315. The vapor of high boiling point medium oil 
which was not caught by the liquid on the bubble-cap plate 31 5 is cooled in the condenser 31 4 to fall onto the bubble- 
cap plate 315 as droplets. The high boiling point medium oil thus efficiently cooled and separated from the reaction 
product gas returns to. the catalyst slurry layer passing through a downcomer 31 6 which connects the bubble-cap plate 
315 with the catalyst slurry layer 318 and which immerses the bottom end thereof into the catalyst slurry layer 31 8. A 
low temperature heating medium may be introduced to the condenser 314 to cool the ascended vapor of high boiling 
point medium oil, or a low temperature process fluid such as the raw material gas may be used as the cooling medium. 
[0289] If no cooling for recovering the medium oil is applied, the n-cetane concentration in the discharged gas reaches 
to as high as 2 to 4 mole %. Since the volume of discharged gas is large, the net amount of discharged n-cetane 
becomes large. 

[0290] According to the present invention, there is no need to recycle the discharged medium oil to the reactor, and 
the operation of the reactor is stabilized. In particular, the structure of reaction product gas line of the reactor becomes 
significantly simple, and there is no need to apply high pressure pump nor gas-liquid separator for recycling the medium 
oil. 



EMBODIMENT 9 



20 [0291] Regarding the dimethyl ether-synthesis reaction in a slurry-bed reactor, six molar volumes of raw material 
gas changes to two molar volumes of reaction product gas when the reaction proceeded to 100%. Since, however, 
actual one-pass conversion of the raw material gas is at about 50%, six molar volumes of raw material gas changes 
to one fold of volume of reaction product gas, and three fold of volume of reaction gas is discharged from the reactor 
as the non-reacted gas. That is, the gas volume reduces to one third. 

25 [0292] According to the present invention, the principle of above-described gas volume reduction is utilized. In con- 
crete terms, the internal of the reactor is divided into two sections: upper reaction tank and lower reaction tank. The 
lower tan k firstly makes the non-reacted recycle gas react, thus reducing the volume of non-reacted gas flowing through 
the reactor. Then, the gas is added to the make up gas to let these gases react in the upper tank. 
[0293] Therefore, according to the present invention, a reactor with smaller inner diameter maintains the flow con- 

30 dition in the reactor at a uniform bubble-tower state owing to the reduction of the gas volume by reacting the non- 
reacted recycle gas firstly in the reactor. 

[0294] The reactor according to the present invention is a slurry-bed reactor which is divided into two tanks: upper 
tank and lower tank. Each of the upper tank and the lower tank has a slurry-bed holding section and an upper space. 
The slurry-bed holding section, or the catalyst slurry holding section, is provided with a cooling mechanism to remove 

35 reaction heat. Boundary of the upper tank and the lower tank is necessary to have a structure that the slurry in the 
upper tank does not flow down into the lower tank and that the reaction product gas in the lower tank enters into the 
slurry-bed in the upper tank. A structure having the necessary functions is to open a connection hole on the bottom 
plate of the upper tank while mounting a check valve to the connection hole to prevent the slurry in the upper tank from 
flowing down into the lower tank. An alternative structure is to install a connection pipe between the upper space of 

40 the lower tank and the upper tank, which connection pipe is extended to a height that the slurry in the upper tank does 
not flow down into the lower tank even when the reaction stops. The latter structure may further be assured its function 
by installing an open/close valve to the connection pipe. The connection pipe may be installed either inside or outside 
of the tanks. For both structures, there is no need for the separation wall between the upper tank and the lower tank 
to have pressure-resistant performance as a high pressure vessel because the pressure difference between these 

45 tanks is within several atm. 

[0295] The raw material gas feed pipe through which the fresh raw material gas is charged to the reactor may be 
connected to either of the upper space of the lower tank or the slurry-bed of the upper tank. 

[0296] Other sections than those described above may be similar with those in conventional reactors, and instruments 
such as pressure gauge and thermometer, and if necessary, agitator and auxiliary raw material charge line may be 
*° mounted to the reactor. 

[0297] A dimethyl ether-synthesis apparatus that contains the dimethyl ether-synthesis reactor using a reactor ac- 
cording to the present invention may be the same configuration with conventional apparatus. That is, at the exit of the 
reactor, a series of equipment are connected in a sequent order of: a condenser to condense the medium oil vaporized 
from the reactor; a gas-liquid separator to separate the condensed medium oil; a methanoi-water separator which cools 
55 the reaction product gas to condense methanol and water to separate them from the gas phase; a non-reacted gas 
separator which further cools the gas to condense dimethyl ether and carbon dioxide, thus separating thereof from 
carbon monoxide and hydrogen; and a C0 2 separator which separates dimethyl ether and carbon dioxide from the 
condensed mixture. Each of the methanol-water separator and the non-reacted gas separator may further be divided 
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into a condenser and a gas-liquid separator. Alternatively, methanol, water, dimethyl ether, and carbon dioxide may be 
condensed or solidified together, then carbon monoxide and hydrogen may be separated, followed by separating dime- 
thyl ether from the condensed solid. 

[0298] Fig. 14 shows an example of the apparatus implementing the above-described method. The apparatus com- 
prises a reactor R, a methanol-water separator S1 , a non-reacted gas separator S2, and a CO, separator S3 A make 
up (fresh) gas l.ne 401 is connected to the center part of the reactor R. A recycle gas line 402 through which the non- 
reacted CO and H2 are recycled to charge is connected to the bottom of the reactor. A reaction product gas line 403 
©discharge the reaction products connects the top of the reactor R to the inlet of the methanol-water separator S1 
(the condenser for medium oil and the gas-liquid separator therefor are installed upstream of the methanol-water sep- 
arator S1 at need). A methanol-water line 404 is connected to the exit of methanol-water on the methanol-water 
separator S1. A reaction product gas line 405 is connected to the exit of reaction products on the methanol-water 
separator S1 . Other end of the reaction product gas line 405 is connected to the inlet of the non-reacted gas separator 
S2. Other end of the recycle gas line 402 is connected to the exit of non-reacted gas on the non-reacted gas separator 
S2. The recycle gas line 402 is provided with a branched purge line 407 to withdraw a part of the gas A DME CO, 
hne 406 is connected to the exit of DME, C0 2 on the non-reacted gas separator S2. Other end of the DME CO, line 
406 is connected to the CO a separator S3. A C0 2 line 408 is connected to the CO z exit on the CO a separator S3 A 
DME line 409 is connected to the exit of DME on the C0 2 separator S3. 

[0299] A mixed catalyst of a methanol synthesis catalyst and a methanol-dehydration catalyst is used as the dimethyl 
ether-synthesis catalyst to fill the reactor according to the present invention, and, at need, further a water gas shift 
catalyst is added to the mixed catalyst system . a 
[0300] Applicable kind of medium oil is arbitrary one if only the medium oil maintains liquid state under the reaction 
condition. In the case of dimethyl ether synthesis, for example, the medium oil may be hydrocarbons of aliphatic 
aromatic, and alicyclic groups, alcohol, ether, ester, ketone, halide, or their mixture. Alternatively, gas oil after removing 
sulfur ingredients, vacuum gas oil, high boiling point distillates of coal tar after treated by hydrogenation Fischer 
Tropsch synthesis oil, and high boiling point food oil are also applicable as the medium oil. The amount of catalyst in 
solvent depends on the kind of solvent and the reaction condition. Normally, a preferable range of the catalyst is from 
i to 50 wt. A to the amount of solvent, more preferably in a range of from 2 to 30 wt % 

[0301 ] For the case of dimethyl ether synthesis reaction, a preferable reaction temperature in the reactor is in a range 
° c «°^ ° ° ° ° C> and P articular, y Parable in a range of from 250 to 350 °C. The reaction temperature below 
150 C and above 400 °C degrades the conversion of carbon monoxide. A preferable reaction pressure is in a range 
°>n t ™ V°, 3 °p° ^ ' m ° re P referab| y in a ran 3e of from 1 5 to 1 50 kg/cm*. and most preferably in a range of from 
I J reaCti °" pressure be,ow 10 k 9/ cm2 results in a low conversion of carbon monoxide and that 

above 300 kg/cnrv* requires special design of reactor and is uneconomical because of the need of large amount of 
energy for pressurizing the system. A preferable space velocity (charge rate of mixed gas per 1 kg of catalyst under 
standard condition) is in a range of from 1 00 to 50000 l/kg-h, and particularly preferable from 500 to 30000 l/kq-h The 
space velocity above 50000 l/kg-h degrades the conversion of carbon monoxide, and that below 1 00 l/kg-h is uneco- 
nomical because of the need of an excessively large reactor. 

Example 

[0302] Fig. 12 shows the structure of reactor as an example according to the present invention 
[0303] A reactor R is totally in a longitudinal cylindrical shape. Inside of the reactor is divided into an upper tank 411 
and * 'owertank 412 with a dish-shaped separation plate 413. At the center of the separation plate 413. a connection 
pipe 414 having a check valve 415 is located to connect the uppertank with the lowertank while preventing the slurry- 
bed of the upper tank from flowing down. A gas distributor 41 6 is located at the upper end of the connection pipe 414 
in the uppertank. Both of the uppertank 411 and the lowertank 412 are filled with slurry-bed. Each of the slurry-beds 
417. 418 has a heat transfer lube 419, 420, respectively, to remove the reaction heat. 

[0304] According to the reactor, only the non-reacted gas is pumped to the bottom of the lower tank 41 2 of the reactor 
through a recycle gas line 402. The raw material make up gas is supplied through a make up gas line 401 into the 
upper space of the catalyst slurry layer 418 in the lower tank 412 of the reactor to mix with the reaction product gas 
coming from the non-reacted recycle gas line. The mixed gas then passes through the connection pipe 414 in the 

m™«' ZT S UPPer tenk 411 ° f the reaCt ° n and after reacted ' flows out from the taction product gas line 403 
[0305] When the reactor treats 1 000 N m 3/min. of make up raw material gas and four fold of volume of non-reacted 
recycle gas at an one-pass conversion of 50% under a condition of 30 kg/cm2G of reaction pressure and 300°C of 
reaction temperature, the non-reacted recycle gas of 4000 Nm3/min. reduces its volume in the lower tank 412 of the 
reactor to 4000 x 2/3 = 2667 Nm3/min. As a result, the gas is mixed with the make up raw material gas of 1000 Nm3/ 
m.n^ to become a volume of 3667 N m 3/min. That is. the upper tank 411 to which the maximum volume of gas enters 
m the reactor accepts the gas of 3667 Nm3/min. 
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[0306] Under a sustained state of internal flow condition of the reactor, the cross sectional area of the reactor is 
proportional to the maximum gas flow rate. Since the cross sectional area of the reactor is proportional to square of 
the inner diameter thereof, the inner diameter of the reactor is proportional to square root of the maximum gas flow 
rate. Accordingly, the example calculation given above results in about 1 0.4 m of inner diameter of reactor to treat the 
5 gas of 5000 NnrvVmin. compared with about 12.2 m of inner diameter in conventional reactor for the same gas flow 
rate. The difference is a significant merit for fabricating a commercial large scale reactor. 

[0307] Fig. 13 is another example of reactor according to the present invention. For the reactor R, a connection pipe 
414 comes out from the upper space of the lower tank to outside of the reactor, and extends upward to the upper level 
than the surface of the slurry-bed 41 7 in the upper tank 41 1 , then connects with a make up gas line 401 to enter the 
10 upper tank 41 1 down into the bottom section of the upper tank 41 1 , and finally joins to a gas distributor 41 6. Other 
structure is the same with that of Fig. 12. 

[0308] A reactor according to the present invention synthesizes dimethyl ether by charging a raw material gas such 
as coal gasified gas and synthesis gas produced from natural gas, containing carbon monoxide and hydrogen as the 
main raw materials, to a slurry reactor in which a reaction catalyst is suspended in a medium oil. By decreasing the 
maximum gas flow rate inside of the reactor relative to the same throughput, the reactor size is decreased, thus reducing 
the fabrication cost of the high pressure reactor, which cost occupies a large portion of the investment cost in a high 
pressure process. 
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EMBODIMENT 10 

[0309] Synthesis of dimethyl ether proceeds following the three equilibrium reactions shown below. 



(1) (Methanol synthesis reaction) 

(2) (Dehydration reaction) 
25 (3) (Shift reaction) 

[0310] In the case that the reaction (1) is solely carried out, the reaction is what is called the methanol synthesis 
reaction. The methanol synthesis reaction has a limitation of equilibrium, and a high pressure (80 to 120 kg/cm 2 ) is 
necessary to obtain a target conversion. In the single stage process, however, the reaction (2) which is significantly 
30 superior in terms of equilibrium successively proceeds within the same reactor to consume the methanol as the reaction 
product, so the inferior reaction equilibrium of reaction (1) is compensated. As a result, the dimethyl ether synthesis 
becomes very easy compared with conventional methanol synthesis process. In other words, the single stage process 
increases the conversion of CO/H 2 . 

[0311] The reaction products comprise non-reacted CO and H 2 , reaction products methanol, dimethyl ether, and 
C0 2 , and slight amount of byproducts such as alkane. Since the composition depends on the reaction rate and equi- 
librium of each of the reactions (1) through (3), the single stage process cannot increase the amount of solely a target 
product. In particular, methanol as an intermediate is unavoidably left in the reaction products. 
[0312] Reaction rate in each reaction is controlled by changing the ratio of methanol synthesis catalyst, dehydration 
catalyst, and shift catalyst. Thus the composition of the reaction products is controlled. Since, however, these three 
types of reactions proceed simultaneously and since all of these three reactions are equilibrium reactions, the control 
has a limitation owing to the limit of equilibrium. With that type of reaction system and under a normal reaction condition, 
it is very difficult to attain the selectivity of dimethyl ether over 95% (in the products excluding C0 2 ). 
[0313] The difficulty is described below referring to a thermodynamic calculation. 

[0314] Fig. 15 shows reaction equilibria of H 2 , CO, methanol, C0 2 , and water, on the basis of reactions (1), (2), and 
(3). For instance, under a condition of 300 °C of reaction temperature, 50 atm of reaction pressure, and 1 of initial CO/ 
H 2 ratio, the selectivity of dimethyl ether (starting material of CO, carbon molar basis, excluding C0 2 ) at the reaction 
equilibrium is 98%. Establishing a reaction equilibrium is, however, impossible in actual process, and the selectivity of 
dimethyl ether becomes significantly lower level than the calculated value owing to the presence of methanol as an 
intermediate. In a state of lower temperature than the above example, for instance at 240 °C of reaction temperature, 
50 atm of reaction pressure, and 1 of initial CO/H 2 ratio, the selectivity of dimethyl ether at a reaction equilibrium 
becomes 99% which is somewhat higher than that in the above example. Under the condition, however, the rate of 
methanol-synthesis reaction (1) is low and actually the reaction equilibrium is never established. 
[031 5] To cope with the situation, the method according to the present invention uses a mixture of methanol synthesis 
catalyst, dehydration catalyst or dehydration and shift catalyst in the first stage reaction to yield crude dimethyl ether, 
and uses dehydration and/or shift catalyst in the second stage reaction to convert most of the remained methanol into 
dimethyl ether, thus attains a final high selectivity of dimethyl ether. 

[0316] When the second stage reaction uses only dehydration and/or shift catalyst without applying methanol syn- 
thesis catalyst, solely the dehydration and/or shift reaction proceeds and only these reactions approach the equilibrium 
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state. In a reaction system where no methanol synthesis catalyst exists, no additional methanol yields, and the remained 
methanol is converted into dimethyl ether, so the selectivity of dimethyl ether increases. 

[0317] The above-described process, however, needs an additional reactor, which increases investment cost. In this 
respect, the inventors developed a reactor having two separated sections therein using the similarity of reaction con- 
dition (temperature and pressure) for both the first stage reaction and the second stage reaction. The reactor is de- 
scribed below. 

[031 8] The present invention was completed on the basis of the above-described concept, and the above-described 
object is attained by providing a reaction apparatus for synthesizing dimethyl ether which comprises: a reactor for 
synthesizing dimethyl ether from a mixed gas as a raw material gas containing carbon monoxide and either or both of 
hydrogen and water vapor, or from a mixed gas as a raw material gas containing carbon monoxide, either or both of 
hydrogen and water vapor, and carbon dioxide, which reactor comprises a lower stage holding a catalyst slurry and 
an upper stage holding a catalyst fixed bed; a raw material gas feed pipe connected to the lower stage; a reaction 
product gas discharge pipe connected to the upper stage. 

[0319] The lower stage of the reactor according to the present invention is a vertical type slurry-bed reactor which 
holds a catalyst slurry and has a heat exchanger therein to remove reaction heat. 

[0320] The catalyst used in the slurry-bed is a combination of known methanol synthesis catalyst, known dehydration 
catalyst, and known water gas shift catalyst. Applicable methanol synthesis catalyst includes common industrial cat- 
alysts for methanol synthesis, such as those of copper oxide - zinc oxide system, zinc oxide - chromium oxide system, 
copper oxide - zinc oxide/chromium oxide system, copper oxide - zinc oxide/alumina system. Examples of dehydration 
catalyst are acid-base catalyst such as y-alumina, silica, silica-alumina, and zeolite. Examples of the metallic oxide 
ingredient in zeolite are oxide of alkali metal such as sodium and potassium, and oxide of alkali earth metal such as 
calcium and magnesium. Examples of water gas shift catalyst are copper oxide - zinc oxide system, copper oxide - 
chromium oxide - zinc oxide system, and iron oxide - chromium oxide system. Since methanol synthesis catalyst has 
a strong activity as a shift catalyst, it can substitute for the water gas shift catalyst. A copper oxide supported by alumina 
is applicable as dehydration catalyst and also as water gas shift catalyst. 

[0321] The mixing ratio of above-described methanol synthesis catalyst, dehydration catalyst, and water gas shift 
catalyst is not specifically limited, and it depends on the kind of each ingredient and reaction condition. Normally the 
ratio is often in an approximate range of from 0.1 to 5 wt.parts of dehydration catalyst to 1 wt.parts of methanol synthesis 
catalyst, more preferably in an approximate range of from 0.2 to 2; in an approximate range of from 0.2 to 5 wt.parts 
of water gas shift catalyst, more preferably in an approximate range of from 0.5 to 3. When the methanol synthesis 
catalyst substitutes for the water gas shift catalyst, the above-described amount of the water gas shift catalyst is added 
to the amount of the methanol synthesis catalyst. 

[0322] The above-described catalyst is used in a powder state. A preferable average particle size is 300 u.m or less, 
more preferably in an approximate range of from 1 to 200 ujti, and most preferably in an approximate range of from 
10 to 150 urn. To prepare powder of that range of particle size, the catalysts may further be pulverized. 
[0323] Applicable kind of heating medium oil for dispersing catalyst is arbitrary one if only the heating medium oil 
maintains liquid state under the reaction condition. For example, the heating medium oil may be hydrocarbons of 
aliphatic, aromatic, and alicyclic groups, alcohol, ether, ester, ketone, halide, or their mixture. Alternatively, gas oil after 
removing sulfur ingredients, vacuum gas oil, high boiling point distillates of coal tar after treated by hydrogenation, 
Rscher-Tropsch synthesis oil, and high boiling point food oil are also applicable as the heating medium oil. The amount 
of catalyst in solvent depends on the kind of solvent and the reaction condition. Normally, a preferable range of the 
catalyst is from 1 to 50 wt.% to the amount of solvent, more preferably in an approximate range of from 1 0 to 30 wt.%. 
[0324] A raw material gas is injected from a gas-injection nozzle mounted to the slurry-bed reactor section to make 
the raw material gas contact with the catalyst. With agitation to mix the slurry in the reactor, the reaction is enhanced. 
By inserting heat transfer tubes into the reactor, the reaction heat is removed from the reactor. The removed reaction 
heat may be recovered to utilized in other application. Since a slurry-bed reactor is easy for agitation, the reaction heat 
is umrormly dispersed to the whole reaction system. As a result, hot spots hardly appear, which makes the heat recovery 
easy. In addition, temperature distribution within the reactor hardly becomes irregular, so the amount of yielded by- 
products is small. Furthermore, that type of reactor is easy for charge and withdrawal of catalyst, and easy for start up 
50 and stop operation. 

[0325] As described before, however, a reaction in a slurry-bed unavoidably leave methanol in the reaction system 
as an intermediate product of the reaction. 

[0326] To cope with the residual methanol issue, a fixed bed reactor section is installed at upper part of the reactor 
to convert the remained methanol into dimethyl ether. Catalyst applied to the fixed bed reactor contains at least one 
55 of dehydration catalyst and dehydration and shift catalyst. As for the dehydration catalyst, one of the above-described 
group may be used. For the dehydration and shift catalyst, copper oxide supported by ^-alumina may be used as a 
catalyst having both the dehydration activity and the shift activity. The catalyst in the fixed bed needs to be firmly held 
in the bed and also needs to have a void that allows for a gas to pass freely through the fixed bed. To do this, the 
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catalyst particle size may be granulated to an approximate si7e ranging from 1 to 20 mm, more preferably from 1 .5 to 
10 mm. Members such as perforated plate and meshed material are installed at the bottom of the bed, at need, to 
support the catalyst particles. The catalyst may be a porous block having lots of throughhole pores. 
[0327] The ratio of the amount of catalyst in slurry-bed to that in fixed bed depends on the activity of catalyst in each 
bed. Normally, the weight ratio of the catalyst (slurry bed)/(fixed bed) is in a range of from 1 :1 0 to 1 0:1 , more preferably 
from 1:5 to 5:1. 

[0328] The boundary between the upper stage and the lower stage is in arbitrary state if only gas freely passes 
therethrough. Entrainment emitted from the lower fluidized catalyst layer is allowed to attach the upper fixed bed. 
[0329] The raw material gas feed pipe is connected to the lower stage of the reactor to charge the raw material gas 
into the fluidized catalyst layer The reaction product gas discharge pipe is connected to the upper stage to let the gas 
pass through the fixed catalyst bed and exit from the reactor. 

[0330] Other sections than those described above may be similar with those in conventional reactors, and instruments 
such as pressure gauge and thermometer, and if necessary, agitator and auxiliary raw material charge line may be 
mounted to the reactor. 

[0331] A dimethyl ether-synthesis apparatus that contains the dimethyl ether-synthesis reactor using the reactor 
according to the present invention may be the same configuration with conventional apparatus. That is, at the exit of 
reactor, a series of equipment are connected in a sequent order of: a condenser to condense the heating medium oil 
vaporized from the reactor; a gas-liquid separator to separate the condensed heating medium oil; a methanol-water 
separator which cools the reaction product gas to condense methanol and water to separate them from the gas phase; 
a non-reacted gas separator which further cools the gas to condense dimethyl ether and carbon dioxide, thus separating 
thereof from carbon monoxide and hydrogen; and a C0 2 separator which separates dimethyl ether and carbon dioxide 
from the condensed mixture. Each of the methanol-water separator and the non-reacted gas separator may further be 
divided into a condenser and a gas-liquid separator. Alternatively, methanol, water, dimethyl ether, and carbon dioxide 
may be condensed or solidified together, then carbon monoxide and hydrogen may be separated, followed by sepa- 
rating dimethyl ether from the condensed solid. 

[0332] Rg. 16 shows an example of the apparatus implementing the above-described method. The apparatus com- 
prises a reactor R, a methanol-water separator S1 , a non-reacted gas separator S2, and a CO z separator S3. A raw 
material gas line 502 is connected to the bottom of reactor R. To the raw material gas line 502, a make up (fresh) gas 
line 501 which supplies fresh raw material gas and a recycle gas line 507 through which the non-reacted CO and H2 
are recycled to charge are connected. A reaction product gas line 503 to discharge the reaction products connects the 
top of reactor R to the inlet of methanol-water separator S 1 , (a condenser for heating medium oil and a gas-liquid 
separator therefor are installed upstream of the methanol-water separator S1 , at need). A methanol-water line 504 is 
connected to the exit of methanol-water on the methanol-water separator S1 . A reaction product gas line 505 is con- 
nected to the exit of reaction products on the methanol-water separator S 1 . Other end of the reaction product gas line 
505 is connected to the inlet of the non-reacted gas separator S2. Other end of the recycle gas line 507 is connected 
to the exit of non-reacted gas on the non-reacted gas separator S2. The recycle gas line 507 is provided with a branched 
purge line 510 to withdraw apart of the gas. A DME, C0 2 line 506 is connected to the exit of DME, C0 2 on the non- 
reacted gas separator S2. Other end of the DME, C0 2 line 6 is connected to the 0O 2 separator S3. A C0 2 line 508 is 
connected to the C0 2 exit on the C0 2 separator S3. A DME line 509 is connected to the exit of DME on the COo 
40 separator S3. 

[0333] The mixing ratio of hydrogen and carbon monoxide may be in a range of from 20 to 0.1 as Hg/CO molar ratio, 
more preferably in a range of from 10 to 0.2. In the case of a mixed gas with significantly low ratio of (hycO), for 
example, 0.1 or less, or in the case of sole carbon monoxide without containing hydrogen, it is necessary to separately 
supply steam to conduct the shift reaction in the reactor to convert a part of the carbon monoxide into hydrogen and 
carbon dioxide. A preferable charge rate of steam is 1 or less to the charge rate of CO. A preferable amount of carbon 
dioxide yielded from the reaction is 50% or less. 

[0334] A preferable condition for both the upper and lower stage reactions is the reaction temperature in a range of 
from 150 to 400 °C, particularly in a range of from 200 to 350 °C. The reaction temperature below 150 °C and above 
400 °C results in a reduction of carbon monoxide conversion. A preferable reaction pressure is in a range of from 10 
to 300 kg/cm 2 , particularly in a range of from 15 to 70 kg/cm 2 . The reaction pressure below 10 kg/cm 2 results in a low 
conversion of carbon monoxide, and that above 300 kg/cm 2 requires special design of reactor and is uneconomical 
because of the need of large amount of energy for pressurizing the system. A preferable space velocity (charge rate 
of mixed gas per 1 g of catalyst under standard condition) is in a range of from 100 to 50000 l/kg-h, and particularly 
preferable from 500 to 30000 l/kg-h. The space velocity above 50000 l/kg-h degrades the conversion of carbon mon- 
55 oxide, and that below 1 00 l/kg-h is uneconomical because of the need of an excessively large reactor. 

[0335] For the reactor according to the present invention, the use of a combination of methanol synthesis catalyst, 
dehydration catalyst and shift catalyst in the first stage reaction increases the conversion of CO/H 2 in the raw material 
gas, and the use of dehydration catalyst and/or shift catalyst in the second stage reaction converts most part of the 
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remained methanol into dimethyl ether thus the selectivity of dimethyl ether increases. In spite of two stage reaction, 
the reactor is designed to a compact type configuring two separated sections integrated in a single vessel utilizing the 
almost the same reaction condition (temperature and pressure) for both stages. 

Amount of CO gas charged to reactor (NI/min.):Fin(CO) 
Amount of CO gas discharged from reactor :Fout(CO) 
Amount of DME gas discharged from reactor: Foul( DM E) 
Amount of MeOH gas discharged from reactor: Fout(MeHO) 
Amount of methane gas discharged from reactor: FoutfCH^ 

(CO conversion) =^^u^) x 10Q(%) 

75 (Selectivity of dimethylether) = = 2 x F °u*(DME) 

2 x Fout(DME) + Fout(MeOH) + Fout(CH 4 ) 
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(Selectivity of methanol) = Fout(MeOH) 

2 x Fout(DME) Fout(MeOH) + Fout(CH 4 ) 
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Example 

Catalyst A: CuO-ZnO-AI 2 0 3 catalyst 



[0336] Each of 1 85 g of copper nitrate (Cu(N0 3 ) 2 3H 2 0), 1 17 g of zinc nitrate (Zn(N0 3 ) 2 6H 2 O), and 52 g of aluminum 
nitrate (AI(N0 3 ) 3 9H 2 0) were dissolved into about 1 liter of ion-exchanged water. Separately, about 1 4 kg of sodium 
carbonate (Na 2 C0 3 ) was dissolved into about 1 liter of ion-exchanged water. Both of the solutions were added dropwise 
to about 3 liters of ion-exchanged water in a stainless steel vessel which was controlled at about 60 °C within about 2 
hours, while maintaining the contents to pH 7.0 ± 0.5. Then, the contents were allowed to stand for about 1 hour for 
aging. When, dunng the treatment, the pH value went out from a range of pH 7.0 ± 0.5, an aqueous solution of about 
1 mole/liter sodium carbonate was added dropwise to keep the range of pH 7.0 ± 0.5. The resulted precipitate was 
Tittered, and the cake was rinsed by ion-exchanged water until nitric acid ion was not detected anymore. After the rinse 
the cake was dried at 1 20 °C for 24 hours, followed by calcining thereof in air at 350 °C for 5 hours, to obtain the target 
catalyst. Analysis of thus obtained catalyst gave the composition as CuO:ZnO:A(20 3 = 61 :32:7 (by weight) 



Catalyst B: CuO-AI 2 0 3 catalyst 



[0337] A 1 5.7 g of copper acetate (Cu(CH 3 C00) 2 H 2 0) was dissolved into about 200 m! of ion-exchanged water A 
95 g of 7-alumma (N612, Nikki Kagaku Co.) was further added to the mixture. The mixture was then vaporized to dry 
The dried material was calcined in air at 450 °C for 4 hours. The calcined material was treated in hydrogen gas stream 
3 h ° UrS ' t0 ° btain 3 catalyst ' Ana, y*is of the catalyst gave the composition as Cu:AI 2 0 3 = 5:95 (by weight) 
[0338] Each of the catalyst thus prepared was pulverized in a ball mill to a particle size of 1 20 p.m or less 
[0339] The lower stage of the reactor was filled with 5584 ml of n-hexadecane as the heating medium oil 430 g of 

TL^^ A ' 215 9 ° f Cata,ySt B: that iS ' (Cata,ySt A ' cata,yst B > = 2/1 - and ( cata 'V st ' heatin 9 medium oil) = 
1 5/1 00. The upper stage of the reactor was filled solely with 645 g of catalyst B. 



(Preliminary reduction) 



[0340] Under a condition of 1 0 kg/cm 2 of reactor pressure, 220 °C of reactor temperature, a mixed gas (Ha/IM* = 1/4) 
was introduced to the reactor at a flow rate of 10 l/min. for 12 hours to conduct preliminary reduction. 
[0341] A gas of H^CO = 1/1 was introduced to the reaction system at a flow rate of 1 8 l/min. to conduct the dimethyl 
ether synthesis under a condition of 50 kgWG and 260°C for both the upper and the lower stages. Gas analysis was 
conducted by gas-chromatograph, and the gas flow rate at the exit of reaction system was determined by a gas meter 
From the analysis and flow rate determination, CO conversion and selectivity of each reaction product were calculated 
(carbon molar basis, excluding C0 2 ). The result showed 41 .0% of CO conversion, 95.5% of DME selectivity 4 4% of 
methanol selectivity, and 0.1 % of methane selectivity. 
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(Comparative Example) 

[0342] Dimethyl ether synthesis was conducted under the same condition that in Example except that the upper 
stage of the reactor did not contain catalyst. The result showed 34.0% of CO conversion, 67.1 % of DME selectivity, 
32.8% of methanol selectivity and 0.1% of methane selectivity. The DME selectivity was at a low level. 
[0343] The reactor according to the present invention provides dimethyl ether from carbon monoxide and hydrogen 
(or water vapor) at a high conversion and high selectivity. As a result, high purity dimethyl ether is obtained from the 
reaction products, thus allowing mass production of dimethyl ether at a low cost. 

Claims 

1. A catalyst suitable for producing dimethyl ether, the catalyst comprising: 
alumina particles having an average size of 200 |xm or less; 

a layer comprising a methanol synthesis catalyst, the layer being formed around each of the alumina particles- 
and 

the methanol synthesis catalyst having a weight ratio of 0.05 to 5 with respect to the weight of the alumina 
particles. 

2. The catalyst of claim 1 , wherein the average size of the alumina particles is 1 to 1 00 u,m. 

3. The catalyst of claim 2, wherein the average size of the alumina particles is 1 to 50 u.m. 

4. The catalyst of any one of claims 1 to 3 ; wherein the methanol synthesis catalyst comprises copper oxide, zinc 
oxide and alumina. 

5. The catalyst of claim 4, wherein the methanol synthesis catalyst has a weight ratio of the copper oxide: the zinc 
oxide: the alumina being 1 : (0.05 to 20) : (0 to 2). 

6. The catalyst of any one of claims 1 to 3, wherein the methanol synthesis catalyst comprises zinc oxide, chromium 
oxide and alumina. 

7. The catalyst of claim 6, wherein the methanol synthesis catalyst has a weight ratio of the zinc oxide: the chromium 
35 oxide: the alumina being 1 : (0.1 to 1 0) : (0 to 2). 

8. A method for producing a catalyst according to claim 1 , the method comprising the steps of: 
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forming a layer comprising a methanol synthesis catalyst around the alumina particles; and 
washing the alumina particles, around which the layer was formed, with an acidic aqueous solution. 

9. The method of claim 8, wherein the step of forming the layer comprises: 

forming a slurry by introducing the alumina particles into an aqueous solution containing a metallic salt of the 
active element(s) of the methanol synthesis catalyst; 
heating the slurry; and 

neutralising the heated slurry with a base solution, whereby the active element of the methanol synthesis 
catalyst is deposited on the alumina particles. 

50 io. The method of claims 8 or 9, wherein the acid aqueous solution is an aqueous solution of an inorganic acid. 

11. The method of claim 10, wherein the inorganic acid is nitric acid or hydrochloric acid. 

12. The method of claim 8 or 9, wherein the acid aqueous solution is an aqueous solution of an organic acid. 

13. The method of claim 12, wherein the organic acid is acetic acid. 

14. The method of any one of claims 8 to 13, wherein the deposition of the active element of the methanol synthesis 
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catalyst is carried out at a temperature of 50 to 90°C. 

15. A method for producing dimethyl ether comprising the steps of: 

5 providing a catalyst according to any of claims 1 to 7; 

forming a slurry by introducing the catalyst into a solvent; and 

introducing a mixed gas comprising carbon monoxide and hydrogen into the slurry. 

16. The method of claim 15, wherein the mixed gas further comprises carbon dioxide 

10 

17. The method of claim 16, wherein the mixed gas further comprises water vapour. 
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